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USSR/Chenistry - Medicine. Apr 52

"Sceience to the People," Acad A. N. Nesmeymnov,
Pres, Acad Sci USSR

=muynoam= No 4, pp 3-6

In connection with 1951 Stalin Prize awards,

draws parallel between peaceful endeavors in the
USSR and scientific activity in the US which led
to "dropping by US ermed forces over Korea and
China of fleas, grasshoppers, saniflies, birds, .
and bats infected with bacteria of plague, cholera,
and typhus." As outstanding new USSR achievements,
mentions new syntheses of emetine and uhronwuu_»nﬁ

215117

(by K. A. Preobrazhenskiy), synthesis of promedol
(anesthetic which is much more effective than mor-
phine and less toxic), conmjuest of smallpox,
Pplague, cholera, syphilis, malaria, and tayga
tidkvborn encevhalitis, V. A. Negovskiy's, work
on reviving dead people by intraarterial trans-
fusion of blood contg glucose and adrenalin
(acéompanied by intravenous blood transfusion and
artificial respiration), etc.

PREOBRAZHENSKIY, N.A.
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ZAKHARKIN, L.I.; PREOBRAZHENSKIY, N.aA,

P — .

Isoquinoline compound series, VI, Synthesis ofﬂ-[l-(bromomthyl)
propyl] glutaric acid and f§ -[1-hydroxyme thyl )propyl Jglutaric acid
lactone. Zhur, Obshchey Khim, 22, 1890-5 !'52, (MLRA 5:11)
(CA 47 n0,15:7507 '53)

1. M.V, Lomonosov Fine Chem, Tech.Inst,, Moscow,
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S 1. ZARHARKIN, L. I., FRECDRAZIELSXIY, N. A,

2. U3 (670)
4. Isoquinoline

7. Isoquinoline compounds. Part 8. Condensetion of dl-aubstituted P-pmplglutaric
acids with homoveratrylemine, Shur. ob. khim. 23 no. 1, 1952

9. Monthly List of Russian Accessions, Library of Congress, June

1953, Unclassified.
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PREOBRAZHENSKIY, N,a.; GENKIN, E.I. [1eceased]

T g

[Chemiatry of organic d rugs; hetarocyclic compounds and their analozgs ]
Khimiia organicheskikh lekars

tvennykh veshchesty: geterotsiklichsskie
soedineniia 1 ikh analogl. Moskva, Gos,

nauchno-tekh, {zd-vg khim,
1it-ry, 1953. 592 p,

(MLRA 7:5)
(Heterocyclic compounds) (Chemistry, Medical and pharmaceutical)
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T e Y Crcmial e ationg th"e;-ti—éf&;énlmmin A 1. of palyenic s with'the
i ,{7-‘ Ugal jon - prodacts _tivea of 'kmceMmu.‘

i
Structure of the candensy
- L{ 7-bromoecrgtonie acld este
Crl 6. 1. samothrars
- lan . A, Er:uensl.. CUcR .~

X Y, Vsisdyas -~
»5-10(1953). ~The Reformiateris

I3 el Vitamar, Inst.
reaction of B-ionone (239 ‘1.6193; puriged thedugh semi- C“"CH"CMCfC“‘) was
) curbazone, m. 146°) and B Hy: CHCO4R fu the cuunse of . "
~ * the Dotpand Avens synthesis of vitamin A proceeds through . CH, ap o give RCli.
oo R'CH:CHC&&(OZRB()CH;CHICHCO:R (1), where R o - CH, which ‘with | SO
YL, which i readily decompd, CHCMe:CHC:Cac (1y),;

o B.B»dimzthyl-l-cydobum-l A
fonjugated System of

H to R'CH:CHCMe:CHCH:CHCO,R (II). On standing, :

: the Cetly soln, yields a yellow-green ppe. coasisting of an - by a 2Cteristic ultraviolet
Org. complex contg, Zn (Zy 31 -7, Br 334, and the org. resi. (og e =~ 4.17). Upon hydrogy,
due 10.29, resp.j which polymerizes on vacuum distn. [ of IV the compd. RCH:Cip

i lyzes to an ester (TV) which obtained which Was used for the

treated with

gaponc. [l (R = Afe), m 161.5-2.3%, absorption max, 324 N R Et to gj

LV by chromatcgraphy fhrough an ALO, colurun was stuwn CHCH:CY ICMe(OHIC: CORe 1y, om gl‘:;i"h a3 pre, |

S‘QP‘.nouhomoz:nd}s.‘)h’?I. * Synthatic reactions in the field RCH:CHCMe; CHCH‘CHCMNCHCQE‘ (VID. Lz
: reductwn_of VI gave v, The meclianism of the rcm.ti":r.‘
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the unsatd, boads of Iy g showr: ,
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PREOBRAZHENSKY, N-Q. - -

T O e

. - 4
Lo Lo . S :
" The gﬁlnudmapomponento!mamin Bi. I.A. Rubteoy,
M.V, 193, E.- V. Zaltseva, and N. AZ Preobraz en
5Ky rudy, ysesoyus. Waudx.-hxl - Ydamon Tuss, -
4, 20—3(]953).—.—"1'hrce new modifications of the syntliesis
’ of the pyrimidine Sompoaent of-vitamin B, are precenteds
,{1'} synthiesis of Zm:thyl-{»nmino-ﬁ-cynnopyrin:i:linc {1} iy
i ACOCH:C(CNY (1T, or (2 froit Eocs. cen), ()
(1) by the candensatiog with acetamnidine (1v), .ong 3)
sytithesis of 2—methyH-aminoé—alrbcmoxypyrimidine (V)
froms H,NCH:C(CN}CO,E:- (VD) and MeCSNH, (Vil),
. -V is also readily obtained by rondensation of EtOCH:C.
© - (CN)CO,Et (VUI) with 1V, "CHACN): (IX) condenses
: '-’rcndily.w_i(h esters of formic acid i the presence «of K or N
Na aiechualates, forming 99o;, HOCH: C(CN), (X), mon. - - . )
TS vrable by H\0, neutryl reaction in H,0. X-und .. - . I L
FHCH myan addnl. mmpd..x.lv,m'.,ﬁa-ﬁ“ (decompn. ). el P
Wl - X formied X, - heavs 0l readily ming - e
Lrovi o, standing, by,_, 10242 W14818, 705 I.1835,  *
requ_iﬁn}g"z"hwh:s,a!kali for- titration, The pyrimidine
" component of vitamjp By is ntore readily synthesized by
3, sace VI §s obtained mors cusily -than IV, The inter-
Jmediate prodyat VI reacts quantitatively with ag. NH,:
'solns., forming VI, m. 140-2°;

b
i by treathuy VI wity LiAlgi, y /‘k\"!
. in Et0 L’-mclhyl-‘l-ulninu-ﬁ-hydmxymethylpyn‘mi«liuu is \ L
abtained (57—115)%). which ¢

an be used furtdier for the syn-
-jthesis'ef vitamin B,, E. Wierbicki L
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of cx!lonitrﬂe wi'.h euters o!.!ormie qd oxails -

. S| "
‘a-.ids.' LA, Rubhov M. V Dalyakina, R, 8. 7lulamvuh )

! ) and N,” reobirazhienskit, 7ru.I A Vteru)u: VuurZ:

) co ! lul.«l:mxld wisinn, Tnst, 19633, —The comlensa.

tian of acrylonitrile (l{ twith HC(ut (L) und (CO,RY, cain. -
syzed with R'ONa ) are described atd mechanisms pro- .
Pozal.  Thus ywere nrcpd from l H, and I the fo ollowing
PocH,c(: CHONa)CN AR, 1, ¢ yield, and by, of acefate ©
B 'i'll) Me,. M., g1 7, 102825 T i Et, Iit, 58.9,
11 4-5° Me:CH ]HL';CH 563.7, 18-10%; \fe-(.HCH: an.’
. ) - sCuoLr 5y 648 : Lsﬂ-t\l'l i50-Am, ~. “8—"0‘, :
s - : : - A, Afe, — 98« 126°; iso-Awmn, g, — xm-m“; RO M-:r
; e ’ . CHCI, - 107-IO", Me iso-Am, — 18-14°/5 qun,;

-~ : 2 - - Et, m»-Am —, 103--g°. Shinilarly the cmxdﬂls.mon of T ki
: ) . : : ¢, with (CO,ML-); camlyzcd by McONa guve 37.8% of Me. .
Tt B : CH:»(CN) CONQJCOMe, red-hroyn suhstance, !m'nmlg N s ;
- Witk AcCl MeCH,Q(ON); :C(DAC)COMe, mt b, 135-40 it y((
nif 1.4 R, chrhxckl e
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Izoquinoline compaunds. VIL ré#m_qg]a; of .H(I.L :
— mcﬁm&"’mﬂl\;} ipropyligluturic acié fainovad k. b ot
Festvneeva b RS_Livehite K. K. Kuzmna, .mJ' A .
. shcnskil l‘l V. Lomonnsov Tust. i
Mowow, Zhor, GLChes Anini
c’ €. 47, TiTh.~liealing 4} g
CHACORH &, Ain k. pyrudine, und o few drojes pige 'nh :
hea. at Hi-70° uml.- hr~ at LI gave TOEL 1 CH A UG
by 40 l(l"n. n. $i-5°. lkahll with l‘l()!l atd L
it g THY, I ' ester, l. F74-5%. This (88 g.) and 00 ;
- ’ HCO-I5t ulllul to 13 g, Na in 400 il Mebh and alfowed t
stand 1 day gave a ppt of Nu deriv, of EXCH{CHo)ClE - -
N CHCO ulm h treated with fee, the ag. soln. extd. vath
CeHe 2ud the aq, Jayer acidified with YLPO; to Caingo 1ind
and ol with B0 gave, on evapn. of E:0, 5195 e
EeCiti CHOYCH : CHUOEL (1); this distd. in N atia. ia the
presence of adittle urotropin, by 65-70°, 43¢ LOL2, air

3 g 1.4644; the product gives violet color with FeCly and its

‘hemlc‘hl Abst. YR, uuhc::ug that it g:s nearly all axo form. Th--.‘ pu'ulm‘x

ol, 48 No. 3 ! temils to polymerize on repeated distn.  ‘The N deriv, of

‘eb, 10 1954 the above ester (11 g.3, 12 g. abs. EtOH, and 15 ml. £31,0

' 3 satd. with HCH{4.6 g. .uldul) were stirred with couling 2
Jr:anie Chemistry hrs., then 14 hes. at room temp., neutralized with NahiCo,, !
- filtered, and distd., yielding 30.5% EIC( CHOLNHCH L '

CHICOLEL {11}, by, 68-78°, d38 0.9927, n%® L4459, [(5H ;)

and 4.35 g. HC(OLt); treated with 0.1 g NH,CLin 2 ml.

- abs. EtOH and heated on steam bath 30 min., Jllu“ul to
stand overuight, decanted and the soln, treated willl 2 vol,

Lt "rld washed \vlth 5% NHOH gave on distu. of the

m'gav ayer 35.09 UCIIT(.H(UI:!),I CH:CHCO 10 (11D,

] . 84°. To l' tONn {ron 4 ml. ELOH and 0. 22 . Nu
L8 ndtlcd nt 30-40° 3 g. CHy(COaEt)y, kept 30 smin. and

W l,", ted with 2 . I and heated B hrs.; after conen. and treat-

4 'Amcnl with H:O the org. layer gave B5.79, I2C(: CIIGEL)-

CH| CH{ COER);) CHy COLEL, by s 148-9°.  To 0.6 g. Nain 10
. ml. BtOH was added 7.9 g, CH{CO:EL); and 6 . I and
° : hicated on water bath 6 brs.; after vsnal ag. treatinent
there was obtained 48.3% EWCH|CH(OED}CH{CH(CO,-

E)] CHL,COES, by 160-3°, This (5.5 g.) refluxed with 1.6

g. KOH, 45 ml. H;0 and 45 ml. McOH 5 lus., coned.,
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chilled, acidified with HCE and exul. with Et0 pave 7Y

Go07%. VIH. Con-
¢ a.bls with hotno-
roabirazhionc by
ol Mowne b,
Liid, 103G Lettune 1.5 s lay! ML angsETh
acid (B) standd with 5 ml. SOCE: 2 hre. the coarepuniding
el wllveide, b VBT S da AT€) vicld. :!n-( 7 g in
L He ddeddh o 1) g, huumnrllr\lumm wmt 1.7 g p)nnl‘h
fa ok sl -(qul bl then trested with H O gave BN
vorscafedin satteecerade st dannide, Call 008, a viecons
aile This al, POCE el 50wl Alebh nlIu\ul 1
br., devasited, e tee idue teetod with 30 mb. odil, HCE the
solt, fiend of e and reated with Nl soln. and ol
with CHCL jpave 3 Sethl [ dihydeo 6.7
dimicthoyy-1-tsogninofy] tone-fl1, m. it
201 (hmu l’lllllr Ean BeOT sard.
. u L O COHLUH-
° (LII/‘(II I:II(//(('I‘,h llll l [ llv_\.\\huh(r,
i Iummn ratry bontie m \h P and reih HEHE
N-Dmievcrate yb- xl/l)' <fipneidoney -
SRR Heating 103 with S, hamoveratey|-
aanine 4 hh ll Tr 208 pave G8€ debontreerals yham iiie nI
i-{alydrae gty prepitatntarie weid, Cadt A,
vors b, Heating 10.0CHLCHC IIlI(II Br
with 8OCL 2 -, .u S oyave thee weyt hloride, 77 3
P a7, whilel lrl.xl i G o hnmmu atrvhnnioe with
um‘in,, gun Shoriorenslr ylaenide of #-{ee’ bmnm melhyt
propylalidaric aead, a viscous il (froin CUOE-E.0). The
products are intermediittes for syuthe-is of enclin
G \l l\(hul.lpolf

I'JCII[LII(()[~")-]CII(CII,(‘();-U b
I densatinn of cubstituted 8- -propylylu
veratrylamine. L Zakbirbin auds!

(\( i luummw\ llb - Fine Clivwa.
']
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FHEOBHAZHENSKIL, N. A.
Condensation of a' —substituted B -propylglutaric acids

"Isoquinoline compounds. Part 8,
Zakharkin, L. I. and Pregbrazhenskii, N. A. (p. 153)

with homoveratrylamine".
80: Journal of Ganaral Chemigtry (Zhurnal Obshchei Khimii)., 1953, Volume 23, No. 1.
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- £ Jaaquinoling compsunds. IE.” Synthesis of 1{3-methyl.

Z2.018-S-piperidyij-2-(34-dibydr-6,7-dizezy-1- 59
qulnelytiathans ead the ecter of 1-hemgresetiyl-3-methi 3~
exe-5-pineddineproplonic gcld. L. [, Zakhackin and . A,

o C.A. &8, T5T7cy: 48, 136le, 27Ti~Adding 3.5 .

EtOCCH,CN o 115 g. Nain 170 mi, BeOiL, t a 6D ¢.

. MeO,CCMe:CHy, hcatini
CO,Et with cooling, end

- CetLCH.CH,NH, (I} 4 hirs: at 180-5° guve 78.3% COTTE,

1 he., adding 70 g. CIULHLCHy

cating 2 bos, Qave 81%; MeO4C.
CHMeCH.CLCNY COENCHy CH COEL, by 187-0° n}?

}.4508. This (50 g.) edded 1o 3.7 g. Na in 80 ml. Ol
-and 2.8 g. H;0, the mikt, kept overnight, concd, w7 sacua,,
Aid, with H0, extd. with Gy, the ag. isyer acidi~

"Eed 'with HCL, and the pptd. oil decarbozylated at 170-5%,
grve 67.2% MO COHMe CHLCHECNYCHL CILCOE (R),;
‘e 183-6°, #%2 1,4431. This (19.2 g.), bydrogenated 1 br.:
over ‘Ni in EtOH. ag 110° and- 150 atm, gave £0.5% Ei:
J-methyl-2-oxo-5-piperidinepropionate, by 163-5°%, n% 1.483G.;

. sepond. with 1 equiv, of ale. KGH to the frez gcd, m. 153~

60°. The Et ester (3 g.) heated with 2.8 g, 3,«‘:-(Me0)ri
spoiiding N-(3.4-dimethoxyphenathylJamide (TH), ail; eigle
larly was obtained the N-piesethylamide, m. 163-3° (froma
EtOH). . T (1.8 g.) heated 1 br.in MePh with 4 ml, POCL,:
the ppt. sepd., taken up {a H0, endthescln. made alk, wigh'
NH;, and extd. with s gave 61.555 I{3-metkyl-2-xro-=,
piperidyl)-243,4-dikydro-6,7-dimcthozy-1-i cquinclylyethane,:
. 165°5-6.5% {from Culo). -1 (10 g.) eddad 15 2.21 g. Na,
‘in 50 ml, E{OH and 1.73 ml. H:0, heated 4 ez, and acldis:

ied, gave 92‘2{; 2-methyl-t-cyana-t carbazypmnelic acid, dav:
Comp. 160-70°%, whicly, heated to 170-80°, Igst CQyand gave:
‘glassy \2-micthyl-2,6-dioxa-d-piberidinepropionis acid, . Hy-.
‘drngesiatiun of 20 2. 1 2 hrs. aver Raney Ni id BtOH in the.
presence of 40 g. I¥ at 105-10° und 150-80 atm. gave 23.8%:
{It _1-(3 d-tdimethoxyphencihyi) -3- methyl-2-cxg-§-piperitine)
propionate; by 225-9°. X, Synthesls of  1-[2-(-decyl-3-:

-

getl —-
ohrazhenskil (M. V. nenosov Rine-GRem. Technofu. . .
= g;i%:%{g;é‘g Y LR, &1%5‘. )¢ m:.aﬁ. 518- 1031y

A s g

21
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e , x‘: ° t -
L K ticnethyl I ploeriddethsi] 6, 7-2ime oy T 2.3.4. - rs-
i TN bydroiseqaineiine. R, . Livshit 3 + L
e Carevich, znd N. A. Prechra
I . N duction of 21 2. (M=ORCH.CH B .
EREEOC et T ELOH zave 81,755 248, fdimelboryttenylictians
H L BT 87, tyy 172-3°. This (6 2.) heated with 25 7. P
. i L < oA Bn cteam hath gave 72.8C% corverponding Bronsde,
ﬁ,;ruddy!)e& ! -6,7 -dimethoxy- 1,2,3 4-tetrehydrabioguine. This (48 5. ) and £ g 2 5-pye
8. R, 8. Livshits, M. S, Balnova, 8. D, Eupsiyanovs; 8t §-{0 mm. to 105-10° end the T
aid N. &, Preobraghensiif (3. V. Lomoucsov Fige-Chetr:, with Bt:0 gave 09.3% corresponding gualernary sa!
Technol. Inst:, Afosgow). Ibid_.:*szﬁ-i,.;{mﬁﬁg 7 .z HsONBr, sol in HLO and EtCH. This 1425 7.) in

Gty giiij-4 g £¢ Bpyridinepropiosate 2 brs, at 109-6%
;ZUO??U u?. mm ; Mk’:z‘"z wlt, ‘@H;I@:ﬁf
presciice of o litile ACOH ind POy ave: aoght B
!«Ja ,’-;nperzdvzz{:mpzame-ll}’, m. 505.303 :;g Ez
é.jﬂlu:nm@h Nl"b.gn'-re‘ the fros estes, b 1:’ A .r:"’ lkl“ in

B3 02417, This (2 g), 32 g, a4 iMeouC L oL
RN ftigiuge pytidine heated 2 hre: Wt TRO-5°

0 A,‘.(&H.me&oay{létnﬂ}yl)-l-decj“,p‘- FoET g

~ BtOH and 1| wl. AcOH hydrogenated 2-3 hrs. over Pt
ride zt 1 9 atm. yielded 97.4% £ 1.3, &dimeliasypben-
- e1h5)-3-Bireridinepropionste-HBr, m. [42-3°, e&hich in
CHCI: witls NH: pave tha free eder, by 206-8%, m. 85-8°
= (from petr. ethery. Thz latter (2ot 18 ¢
aa CoHCHCH, N1, and few drogs of pyridine
& d br. gt 73 mm. and 253-5° yielded 235 !

X ... maRervikennhviy3.piperdinesroptonamde, m. §1° livem
=R

x

T

D

T petr. ttiter). This heated 2 hrs. with POCL as ubove in

- Tataide, m. B3-90° : : riGinelrobisii. MePH ont a steam bath gave 54.5% I-{2(3,4-dimethoxy-
I ml POCE: iizm?qp%réég%?' This (2 2. bested Bhenelist-- piberidyllethyl] - 6,7~ dimethoxy- 3.4 - dibsdroisos
" 4 hrs. at 80% pave 0.5 g, iguinsline, an oil; picrate, m. 97-8°, decomp. 160°; di-H

Yellow oil, vielding a Sicrale, m. 1 '
0w oiy vitle 3 . 1. 182-3¢ g . N :
{lkrzdyi}dﬁ.ﬁ {4,74:mdms.M;g§;3a§:Z; L{é ;( - .?.uiv‘,\,m; , salt, m. 117-20°.  This (1.5 g. as HCI sait} keated with 10

I g.) cedy i . h g . . Zu dust ie 10 ml. H:0 and 8 m!. H.80 1.5 hrs. on steam
H.«go}.gmf ':%'l,’"! ﬁﬁ'}éﬂf’g“h 58 Zn dust and 3 mi. '\r?’\ hiath gzn:e 80, cerresponding 1,27 J—M:-cé;dra axalog di-
bydro compa., ?Sc'ulted 25’;,, i ”f.’,’”“"m-}.;{ﬂ.la‘eﬁrv-' 1 HCl selt, m. 111-13° (shrinking) and truly meolting at
shrinking at 100-3° S‘e w"H."‘» fak m. 155633} 1G7-80%; picrate, decorp, 1T5°, m. 104-5%; chloroplatinate,

&b Gyutlesiy of 123, &l golid, CefluOuNe.HyP1Ch, G. M. Kosplapofl -
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LIVSFTIS, . S., DAYNOVA, Y. 3., KUPTYANOVA, 3. D., PREOIRAMEMIKIT, U, 4.
wssn (600}

Isoguinoline

P
Isoquinoline compounds. Part 10. Synthesis ofJ—‘é&(N«-decyl)—B'piperidyl]—
ethyl-6,7-dimethoxyl-1,2,3~tetrahydroisoquinoline.” Zhur. ob. khim. 23 no. 3,

9. Monthly List of Russian Accessions, Library of Congress, 1953, Unclassified.
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PREOBRATHENSKII, L. i,

fIsoquinoline compounds. Part 11. Synthesis of 1-£ - f A ~(3 "4"—dimethoxyphenyl)
~ethyl/ -3'-piperidylx-etnyl-6 7-dimethoxy-1, 2, 3, 4,-teirahydroissgquinoline,”
Livshits, R. S., Bainova, M. S., Gurevich, A, I., Preobrazhenskii, N, 4, (p, 525)

S0: Journal of General Chemistry (Zhurnal Obshchei Khimii) 1953, Volume 23, No.3.
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MSEIY, He A

| USSR/Chemistry - Alkaloids Sep 53

"Synthetic Investigations in the Series of Deriva-
tives of Indole. I. Synthesie of Urethans of 1-
Methyl-5-Oxyindoline and 1,3-Dimethyl-5-Oxyindoline
(Dehydrophysostigmol)," M.N. Kolosov and N.A. Preo-
brazhenskiy, Moscow Inst of Fine Chem 1zchnology
im M.V. Lomonosov

Zhur Obshch Khim, Vol 23, No 9, pp 1563-1569

Analogs of the alkaloid eserine (physostigmine)
were synthesized: methylurethan of l-methyl-5-
oxyindoline, and metbylurethan and dimethylure-
than of 1,3-dimethyl-S-oxyindoline (dehydrophy-

loatignol)_ . 268134
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Zx,

PRECBRAZRENSKLY, Y

Fhe eynthesis of indots derivatives. II. Syt pale - MeO— S YN ) o
' pethylurethang of l.s.suimcthylvs-bydmzyinéc!me and 1 i
: thyi-3-¢thyl-5-bydrozyindaline. 1. . Kolasoy N _-OH N ) /—-OH
o Yaad N. A. Proobraz yi¥ (S, V. Lomafisioy frat. bina NTAANN AN
L iChent. yol,, Atoscow TRgr, ObskcEes: KA. 25 ; ] i
v pY cof, C.4.,43, 107298 ~To 20 g, 1.2-dimethyl-. e Me

' Eanethoxy-2-indolinone it 60 mi. abs.. EtOH and £4.5g. : uu; : 3

| Bfal was added in 2.5 hrs.

4.8 g, Na in 150 ril. abis. EtOH

'and the mixt. stired 3 hts, at 60%; condn., dijn, with H,0, |
and exta. with EtQO yielded §7% 1 3 J-rimethyl-S-methazy-

2-{ndclinons ()X). te.e 164-3°, m. 88.540.0°
This (13.5 g.) in 80 ml. ubs BuOH
Na (500 ml. BuOH added later fo preserve
the mizt.) and the mixt worked u

1,3, 3-trimethyi-C-methosyindoline (H;’.

m. 203-3.5°;
(YID), by 185°
eq. gle. armmantieal Agd(Oy in 10
ILHCI(1.75¢.) in 8 mil. 50:(’9
“E0° in a N atm. gave 33.3%
 lime-HBr, ;. 212-12.5° (frum abs.
m. 169°, subilmes at 130%/0.6 mm.;
. {from EtOH} HQ sa%, ©. 238-9°

picrate, m. 165-6°).
HBr reftured

b free hase add MeNCQ In the presencr of &
me.‘hy,’urdl:m:,

HE

tin BtO geve in 3 days 90%
| (i1fa), m. 144:5-5.0°% fceate, . 1
B HyO N, m, 174-6° (from EtOH);

&t usual yielded
be 118-20" (HCl szt

icrate, m. 151.5-2.0°), and 339, pseudsbase
f I was oxidized with
2. ont & siowm bath to I

{from ELOY

was treated with 60 g

the mobilirs of
154

1.5 hes at {40~

1.3, 3-trsmeedhs yi-5-kydrezyindo-
ErOH);

( ﬁtg!u«.‘é

st free boic,
m. 161-2°

w eF- BOH).

trace 6f Na
CukinOiNa

HQ salt,
wethiodide, de-

| comp. 18+-5°. To B4 2. £-BtOCSLNHEL in 400 wml.
. CeH¢ wns added with couling 117 g. BtCHI
mixt. stirved 0.5 lir. at room temp, and 1

rCOBr and the
br, oo a seam

bath;

. solvent ylaldad G704
=OH Y.

added after the sigacigt ot
by oat 1RO and trentad vl oy
Aod-destigl-S-hydrovs 2o ndu .

Hrom dil 3
1 ¢

1=

433 1.166.
with 42 .

aba. EtOH, ¢
1,3-dinsethyi-3-2th
RE
and 1tl fn the presence of p
product, baa 126-8°, 5% 1.5403.
. Na-DuQH, s cbove, 10 8%
. oxwindetine {I¥}), bue 120-8

salt, m. 178-8.5%,
picrata,

413 1104,

1¢5-8%;
with 809,

free base, @

not given); gicrale,
5.5°% wetbslinrdhan (prepd. as

m. 83~100% (fram Et0) [péerate,

...

g k

(from MaQH ).

g MeS0 gave 0%

This (20 g.) i 30 ml

1ol then, ovee 3 hrs, with 455

see after the aaal teatment GE e
3 "l - + .

4

- gave 1.¥-dimel

e

washing with H:0 and dit.
p-F)'OCgfl..’\'.\[c(,'OCI!!JrEt‘ m,. T1-80°
This treated with 130 ¢ AICH another

<

This ¥9 g 1 300

#{"Gw'

and 24% V, bis 125-50% (pure, bis
dzcomp.
HBer a3 above in a N atm. 1.5 hrs. et 140-20°
hyi-3-ethyl-S-k rozyindolie-HBr, m. 164-5°%;
it, b. about 140° (bath lc;mp.)_/().a—OA ~umn (h.p.

2 -”__-J_.r-';

AMeO-

1O and evapn. of the

~uls

¥ Jon o
AT
vl treatd
N Bl
el ove

o
RO R
by |} 13

abis.

5-Me0 analey

s

\ne
This wis reshuced 2iih
1,3-13!’!1;{{1':;[«3—(‘&/’« VSt

m. 1256-6°; HC

Heating IV.HC1

123-8.8%).

. 160-60.5°; HCl sk, w. 174.6~
desesibed ahove for i),
@. 147-8° {fram EtOH 3.

0. €. Kosclapofi_,
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CPRECBRAZHENIALY, Th 1.
. TR S A A o ) 74

. -

Ty .

7 Byathells etudles ta the auring of | dnlg dectratlved, | o s e . e
f1.” -Syntheain of urcthany of I,J-d!n(n';lnﬂ'- TR-dimathyl. . S-methoxyindolin.2ore, b 20-15% “the sume product] by
inrndethyl)}-8-hydroxyindolln- 2 -one(dihydroeserolinemeth- 140-3%, formed in 83% vield wheu 20 g ! and t mi. wha.

* inn)aad l,S-dimetgﬂlm(‘y-dknethy!amlxwptopyl)-s-hydro!y- EtOH were added to stspension of 2.5 g, Ni In MeDh, re-
indalin - 2 - o0  (dihydrchamosserolinentethln _fluxed 1 be., then treated with Me.NCILTH,C1 (17 €.} g’

... _Kolosoy_al razhenskil (M. V. Lomoncsoy. tefuxed L he. HET sall, m. 199-9.5° (from KtOH); meth-.
N Jas e, gol., Mascow), Zhur, Obskckel 3odids, m, 156-6.5° (frouts alis. LtOMHY: picrale, 1. l?l—l.i;"
Khinr, 23, 1042-7(1653); of. C.A. 49, 205¢.~-Two analogs- {from ELGID); the methlodide ieoted with excoss picric acld-

12 are reported,  To 46 g, 1,3-dimethyl-S-methoxy-: £ave yellow picremethylots, m. 104-57 {cf. . and R, CA. o
a-2-one (I) in 200 mi. ahs. BtOH and 6 g. CICH,CN: 26, 1230}, The HCl salt (5 £.) heated with 25 ml, [£207S
ardded at 60° over 4 hrs. 15.8 g. Ma in 500 inl. abs. HBr 2 hrs. at 135409, coned. in rucuo, treated with MeOI: . ©
EtOH; after 1 fiv. stirring the solvent was removed in’ and Eu0 gave 4G L3dimethyl3{Bdimethylansinneibyl e - 1 7
racs umd the residue treated with HiO and EtO, The B-hydroxyindolin-2-one-HBr, m. {88-0.5° (fram nhs. ¥IGH
orte. layer gave 8195 1,3-dimethyl-d-cyanomethyl-5-methoxy- with alé. KOIT and E;0 treatment this gave the free basa,
fudolin-l-one, m. 74.5-5.0° (from EtO), by 203-5°. Hy. W 170-70.5% picrate, m. 177-8”; 17CL s4li, wm. 240-40.5"
drozenation of this at 120 atim. H in abs. McOH, satd. with, The HOr salt (3 g.) in 10.mb, warin abs, MeOH was treated
NIty 5t (0%, 4 hirs. ot 10310 over Raney Ni gave 83% 2,3.) With'{ g. MeONn In MeOi, the soivent was removed ix
Simcthyl-5{ @-aminoehyl)-5-methoxyindclin-2one; by 201-3°; facuo and the residue suspended in Caids was treated with'
{~i. Hing and Robinsod, C.A. 26, 4036); picrate, m. 161-2°; 1:5g. M&;NCOCH, kept 2 days at room temp., then 2 hrs. at .
H Y ealt. m. 180067 (from ELOH). This (17 5.} in 18 ml.. reflux, yielding after filteation, evapn.. solu. in BLGC, and

5 1ICEu] was treated with 18 ml. 409 foomalin and treatment with BtOH-HC 829, di iacid esler
at 110-15°, yielding after addn. of KO and . oF  L2diusthol-3-3dimeth ylnm
O TN 2-disethvl 3L 3 dineth aminoeth ) ’

af v
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/z. A. i, IVOLOSOV &

one-lICI m. 811-12%; picrate, m. 163, 5—4 the HCI slt
treated thh ealed. ant. of MeONa, foliowed by Mel gave
: -, the methiodide, m, 201-2° (from abs. EtOH). Both the
s - methiodide and lln: HCl salt showed miotic threshold level
i - at 1:5000 conen. in tests with rabbits. - 1(72 g.) and 3.6 g.
1 40% Me(PRCHLNOH in 215 ml, dry dioxane was treated
" with 20.4 g, CHy: CHCN at 15° " then stlrred 4 hrs, at roomn S .
“temp., yielding after evapn, 88% I.a-d:mlbylas-(f-cyaw- o ; . -
' cthyl)-svmlhoxylndohn-2-on¢. m. 86-—00 This E
-, hydrogenated over Raney Niin the presencc of ElOH-NH, .
as described al vcgnve o 1,3-dimethy, y-aminapropy
} a5 described abo 0% 1,3-dimethyl-a{ i
S-mnethoxyindo'in-2-one, by 167-70°; picrale, m. 162-3° HI
salt, m. 185.5-0.0°, Thebasehea w!thm%formdmand
809, HCO;H at 115-20° gave 829 IJ-dlmdhyl-J-('y-dk
’ . melgylamlnapmgyl)-s-m:.'hoxytndo.m-’-oru, by 162-4°; pic-
= . irale. m. 139-40%; HI salt, m..181-1.5°. - This heated with-
; : . 50 HBr 2 brs. at 140-5° gave 52% 1,3-dimeth I-J«(-;-dx-
‘mel ylammapra yl) S—hydroxyxmlalm-zaou, m. 147-8°; pic-!
frate, m, 1 HI sal8, m. 160~2°, . The base umted
‘with MeO‘\Ia. {ollov«ed by. Me;NCOC! as described shove: "
L : - guve 78% dimethylecarbamals of Iﬂdame&yl-.?-(-ydimduyl-
-7 . : T ‘am.namb‘i_-ggmxymdolm-z—ou-ﬂa m. 103-5°%; pic-

“ate, m. 134-5°. The HCI salt had miotic threshold at *
C1:500 diln G M Kraﬂﬁfz .
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PRECBRAZHENSKIY, N-A:

‘b:’/éynthéﬁc s'h;diei In ux; Indole gerics of derivatives. 1V,
S{nthesis of esermetal, hETTISeTMEol, and homoesarolise.

M. N: Koloso
: N3, V. lonondso
7. Obshehel K
0fc.—1t

i 9rqputjcc‘s from the suhstance JDrevious)
‘¢ ab, C.As
; 3nethyl-3-(2—cmfnocthyl)—Mnethoxymdoliu-z-onc with 6.3
. g, Bz gaye spontaneous veactlon;

wus_heated 15 min. :
- the resijue was heated with 9 g. Mel 1 hr., the process heing”
" gepeated with 2 g. Mel, and the resulting mixt. coned. in’
: and the residual glassy méthiodide treatad with 50
< - ml, 00% EtOH and the ole. slowly distd,
T goln. was dild, with Et,0, i 5

v irulky.’aminoel)ayl)xi«mlhoxyxndo!m-‘!—onc-}{
ure product, w. 1987 (from EAOH); picrate,
rom KtOH).
3. ByOH -was tr
2 usual treatment gave B1%
by 166.6%);

Mo

!

D 150"
teated with gk, pleric

, 1. 1, Metry
[nat £ N M R RY ) -
. 23, “027-34(1053); of, C.d. 49!
was shown that di-esermetaf s diffesent is its.
{ desceribed (King, |
Mixing 11.5 §- l.s-diéi

A. Presbrazhenski

veli, ond N.

A, 26, 4056; 29, 168').

after 2 hrs. the miat.®
on & steam hath snd coned. in vacuo; !

The remeining |

o7, 1,9-dimethyl-3-2- .

, m. 189-02°.

m. 178-8

“The HI salt (17 g.) io 600 mi, hot abs.:
eated with 70 g. Na over 10-15 min. and t._.er >
wsermelal (1), by 185-70° (pure,-
HC} 1alt, m, 100-1%; HI 1all, m. 167°; picrale, i

Me - o :

WA
Ny PR
S o
R Me 1_\{«:
Thebase wht Mewmwmywmmm which !
yields orange picromsthylate, n. } :
JVed a2 piggyts) on bestng it |

yhiding 4]

11s unchanged
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v

p-MeCH.SOCL in_ pyridine,
KOH-CHCL. To2g. linEf

after 1 hr. few drops H-0, thc erg. bayer was s, and the
“pesidue taken up in 1060 Ml B07 }cOH, beated (0hnin. on g

steamt bath with fresh AgCl,

: yesidue taken up in 10 mi. EtOIf and treuted with &

K;Fe(CN)eand 7 8. KOH in 6
water bath, extd. with Et.0,

after addn, of picric acid 1.3 g. dekydrocsemcivhmethine pic- "
with 1.Sﬂii'xewilsyld{z-dimdbylam invethyl}"S-

rafe, identical

methoxyindalin-2-one picrate, T, 170-1°,
Cl, extd. with 26,0 and treated with: NaOH gavea &

. pase, which with HCI gase 1,3-dimethyi-342dimeshylamino- B
clhyl)-5-metlroxy{ndolin-z-aua-ll'Cl, m. 108 “
) 1,3-dnmetbyl-(}-(—y-amluoprop)’I)—é-mc:hoxyizxdonu- B
i9.0ne with 17 g. BzH in CiHy gave after 1 hr. on a steam
IJ-dx’nulkyI-J-(-y-beu:aL:minnpropylH-me:hazyn U

of 39 g.

bath 856%
indolin-2-0n¢, ra; 313.5-4.07
g. Mel heated 8 hrs. ou 8

HI, 1. 1 5

Me 1 ;
M FR
2 b I
. WA \0 ,
| H §
Me | . s !

Me oA
o o
B "glaall.‘_m. 180-80.5¢ (from EXOM). ‘This (10 g. ot 9g1 !
. $11 galt) reduced es above vith Na in BuOH ta 70% homa- §
" erermelsl [1,9,11-4rimeth «dkozyﬁpcrido(m-b){ndoﬁpd, Sl
by 181-2% HI sali, o, 145-7%; HBr ssR m;

m, 88-0
iR

muky!«?—(-y-melhy{aminaprapyl)—&»mdkaxyim!oliu-2-0,16 - :
58-8.5° (from EtOH); ¢

O e phrate, e a1 (roms EXGRY, J1 (T 05

» “‘CIA-RDP86-00513R001342'

/é

or with MeQCOC! in aq. ™
20 was added 2.5 g. Mel, and

filtered, evapd. sn wicuc, the—
0 ml. H;0, heated 3min. anp }
and the eat. concd. yiulJér{sg :

This shaken with |

08-0°. Treatment

(from MeGEH). This with 38

steam hath gave 8855 1,3di- [

frea base, by 198-200%;

CIA-RDP86-00513R0013429
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3, 1E vy
3q ~-bre G(T‘ goaie 0
2 Etf—mmzed with z{gcx
{3, a " - a é g. crude
inr m n
m.” ’i‘ms s
{denecrolG ¢ : P
‘g“gl g 149—!’;0 " EQ%;O?{ under N2
_.e(.‘ a2t Was ﬂ‘.ﬁ«.ﬂcd with ale  unece ia‘l
:1‘:3""71‘11;-#‘ ;myl.&‘e""crrwn;c uC;-, B {;-a
! ™
g M!Ouduﬂ a }.‘:.'n‘f:.z.‘ celtow eily ;:_:2{}9 mp
g‘ thj”’mw' L'J‘TME{‘ lyler!‘imx‘a oitva :'nb, st 400 (74
Thindl, '
mth I.! stH gaviia g

ko

Ty
| l}(/]/é/ e
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gyath diochlorlde (vitarmin -
,Q;‘f . Robiaoy, T B 5. g’isdrftxvicg.—;
and M. A Prestanshensddl T1ed {1eacyut, Maweh Jooze
desatel. Vitamsin. ImLS,‘I&l‘Z(_i%«}‘;; :_f.'CA.EO, -nnf/,{ -
| o MethiyhA anti t:»fivcix!s:omt‘.ﬂ:ylpyt\{mdl(:e wus formes 1{1 3
60-37% girld; m. 212137, by treat nt of ke catresyanis
Cjng hydiesys es thie with HEL _Cn:;.'-
densatim of 4 myi}t'm..u) e with 2
methyl-daeni ;.gmmm(u; l.»ru;un)r.x-:tlxy.lpyﬂmxduu viid
examd. in vatious slventa,
with the hramometbyl Aerive
promide ’:\yd:rxl:rcn‘u’«!e wh
he, in teiining CHBe ok
e yield was 51.5%0, in diozong

iy :
ehuh 58 Dydro:

it -
Wit =

which gave £5.49% thinming
the condensation was it 0.5

FOCILCH CN; R Isa-f'-\g‘CN .
.80, wnd in HCOr

LU RCHM 2,
oyieldy 1w
artty conynmed jn

1@ e tion: -

Cihe ellarorethyl derfvl gave
wwie that the thilarale comp 4
the hinding of theresuliing H from

G, M, Kosulag 1!

#

The hest psulti well obtatied <

et
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RUNTSOV, I.A.; BALYAKINA, M.V.; GRYZLOVA, L.G.; ZHDANOVICH, Ye.S.:
PHEOBRAZHENSKIY, H.A,
— s
Oxidation of diacetone-f—aorbose by sodium hypochlorite into
diacetone-2-keto-f-gulonic acid. Trudy VEIVI 5:17-21 'S4.

(MLRA 9:3)

1. Sinteticheslkaya laboratoriya.
(GULONIC ACID) (SORBOSE)

APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429



CIA-RDP86-

5

"APPROVED FOR RELEASE: Tuesday, August 01, 2000

/ &é@@‘iﬁﬂ\95'5-41@&&1;1;,15211&5&::! peototlienle acld, ..
Ao

¥ E. 3. Zhdaucyich, N, A. Preghrustienstdt, aci [2, L% =
Cobata, Trdy Viesouue, Nauch, Jededooatel. Vitansin, Frst. '
e T T T T T T T T e T e et ey

-1 5 B0-3(1954) ~ HUNCILCH,COMT wos ohtabued fr
i Phthalimido deriv, hy liydrolysis with 20-5¢; H.S(}‘og-lxtz
.1 brs, or with 309 HSO, 6 his.; after coofing of the scly.
- and sepn; 6f phthalic acid, excess HS0, was neutralized
S with: Ca.(OH‘:. to litirus, and after sepn. of gypsum and of
NH. (by hg:;txng) free F-alacine wes obtained on evapn, -
e e 7oV}
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U331/ Thysics - Srectral analysis
2a11 1/1 Fub. L3- 30/52

“Authors Slovortiotova, l. A.; 3amoxhvalov, Gl. I.; iroro- 'skava, M. A.; Vakulova,
L. A.; Zhukova, L. F.; 2nd Freobrazhenskiy, N. A.
Title Spectroscoric investization of the iechanism of condensaticn raaction

of beta-ionone with ethyl ether of gamma-bromocrotonic acid
Feriodical Izv. AN S3SR, 3er. fiz. 18/6, 692-693, Nov-Dec 195/

Abstract The products of heta-ionon: condensation with esters of zamma-brono-
crotonic acid were investigated in 2 benzene solution under tha =ffect
of netallic zinc, It was established that the reaction is concludad
by total dehydration and formation of unsaturated ester. The product
of beta-ionone reaction .ith ethyl ether of samma-bromocrotonic acid
was subjected to rectification in vacuo and the rraorerbti=s of the 22
fractions obtained therefrom are described., The basic cendensaticn
product was found to be an unstable ester, a product of anionotroric
regrouring and denydration of the intermediate hvdroxysster. Grarh.

Institution : The L. Ya. Karjov Fhys-Jhem, Inst,

Submitted
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VxeoﬁgﬁZHawaﬁ\ﬂ,w.ﬁ.
USSR/Chemistry

Card 1/1 Pub. 22 - 23/L40

Authors : Samokhvalov, G. I.; Miropol'skaya, M. A.; Vakulova, L. A.; Zhukovae, L. P.;
Slovookhotova, N. A.; Malyusov, V. A.; and_Prechxezhenskiy, N. A,
Aniontropic and prototropic regroupings during the synthesis of polyene
compounds

Periodical : Dok. AN SSSR 99/2, 273-276, Nov. 11, 1954

Abstract + Data on the aniontropic and prototropic regroupings, observed during the

synthesis of polyene compounds, are presented. It was found that the re-
action between beta-ionone and esters of gamma-bromocrotonic acid (Reformatzky resction)
results not only in the formation of hydroxy-carboxylic acid esters but also in the
migration of the hydroxyl (eniontropic regrouping) toward the end of the conjugated
system and consequent dehydration. The conditions under which the migration of the
hydrogen (prototropic regrouping) and elongation of the chain of conjugated double bonds
take place sre discussed. The two tendencies of the prototropic regroupingare explained.
Nine references: 3-USA; 3-USSR; 2-French and 1-Swiss (1946-1953). Graphs.

Institution : All-Union Scientific Research Vitamin Institute

Presented by : Academician I. L. Knunyants, June 25, 1954
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L.A. PRBOBRAZEEINSEIY,N.A.

X ST e

1.; MIROPOL' SKAYA, M.A.; VAKULOVA, N o

,ob.khim. 25 mo.3:545-550 Mr 155"
Zhur,od n (um.836)

SAMOKHVALQV, G.

Full synthesis of pseudoionone.
(Ps sudoionone)
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mnmeﬁ_c j&udigs ixg’ ‘t’llxc m;m :31 r;:x%mlmz:n_lkaloid.
g, Sacheva, . N. Asvetkav, 3., 2. roakovi, 4
(G '&,%Qw:ﬂul’ﬁ ORI T A AR U L
Tochpydia Bloiouw) s ¢ ObERehal - BAiIML 255! [ER8%
TIa55) A Weeping 3 wosyretlivl - 4 - aurbonettioxy-
© methyldiphenyl etheria :!;')/L«}[Br-AcOHS ays gave 80775 1-
bmumm:ﬂ:y!—,1’—carboxymdfzy&!ipbmyl cther, m, W7-8° (from
ErCity; with CH:Ny this gave the a-carbonethexy analeg,
£0%, b: 183-90°, which refuxed 2 s, with NaC in-
McPh gave 709 S-:y.-xnome!hy!—.('«w:bou;dlmzyme!hy!di—
phenyl ethor, m. 15-4° (from MeOH); the #*-carbaxy anelog,
w. T4-6° (from CCL}, {uemeit i 735y yield Jrom the Yr
aualog and NaCN, Sapon. witle aq. nle, Nalt rie 3.
bis(car hoxynethylnlislonyt ether, 2. -4, which treated
with excess SOC, nud the resulting crude product treated
with ﬂ-(3~m\tahnxydl-bcnz~,'ln(ypheuyl)c(hylmniue in CHCL
in the presenice of 59, KOH gave 65.4% Bislp-(3-metiaxy-t-
Beavioxy phonyletlinla wride) 347 - Lisfearbox ymethyl)di-
phenyl ether, . 15-6" (from BtOH). T (1.15 ¢ ) sus-
peudad fn MePhand tn ated with 3 b, POCYH :mdt \;ulluxu}
g et s-, b ra-le
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. VINOKUROVA, G.Go;
A I.E.; VOROB'YEVA, G.A.; VASTLENEO, AS ¥ .
SARYCHEYR, =~ *INA, S.A.; PREOBRAZHENSKIY, N.A.

S

. 25 no.9:1775-1781 S
New synthesis of irones. Zhur .ob.khim. 25 ot 2
155,

4 1 i imenl
1.Moskovskiy institut tonkoy khinicheskoy tekhnologl

nosova.
M,V.Lomo (Irona)
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s s et A

NSuathests of faraesol and farpseal, LY, Sapyxhevs

= ' ‘.wgmwg,;. Y, A, Abranovich, §. A, Breithurt T i
K "Sergienko, and b AL Preobrizhenski zlus‘, Fane Chesn.
] Cochinol., Moscowl, Ahur. Ohshebel Kham, 33, 200)-4

-~ (185a); of. hrmcm!;mm, C.A4.7, 2733, Ruzicka, C.4, 17,

- ) 2410.—To Mebfpl from 47.42 2. Mg i1 B thore wus

. i added at 87 BRog AcCILUILOH,OH Jo BLO rad after 8

. .. . " hirs. at foens lemp, the vt was decompd, with iee- %

. ., - . . - s A

K AcOH, yielding 51 A% e C{OH WX EIRYNOR, by 12677, de - ( : A}

s . : G.0645, #3 §.4402, This (21.2 2.) in dry Cig was weated! S L
B with ice cootinyg witis 40.6 g. FRi in A8 ml. Ceily 2nd the Sl

mixt., keot 3 hrs, am bath and treated with e,

is yizlding 56.1%5 ’ ay, bu 057, dy 1540, e

1.4523, whicli durkens in air. This (23.8 g.) ved 7.8 g-

- pyridine heiged 2 desos 3370 in partal veenum (150 ; ;
Land the vt ceoiod amd filfered gave on distn. }/ :
R - n Mo O CHEH UL T 067, s, 12172, 230 1.4720. /58
N This (8 g.) in Bt wis udded o L2 g, My and tie Grignarnd VA
_ reagent was treuted ot 07 with 343 2 SO CHL in Bl / -
A . over 0.5 hr ftee 2 hrs. ar ream temp, the mixt. was
P treated with st AeDH and extedl wi Bt.0), yiekding
R - 20,3, liraled!, tra : Ti

g} in "J() b Mot
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- v lieedes X
At b e Vit BP0 b et B

B with dry HCl yielded :87.57% fercay! chlow.e, by 10%-.
o - ’ 10°, dae Q.0315, 8% 1.4709, EtONa from 11.73 g. Na'
o - und 200 mi. EtOH was treated with £8.37 g. AcCH,CO:E¢,
foilewed sfter.1 hir. by 88.08 g. geranyl chloride, nt 24-30 ¢
drops per min,, after ‘Which the mixt. was reduxed until it*
vecama neutral to lxtm.xs' treaiment with 150 mi. H,0*
and refluxing with <2.8 g. Bax’OI{)z 8 hrs. gave a ppt. of the
Ba salt of sunnyl.cctoac“nc ester, which was treated with
209, HC! and extd, with E4GO to "xcld 79.6% a,8dikydro-
pendojonone, by 136-8°, £ 0.8812, #35 1,4640. This(33.80°
g.) mixed with2+.4g. ClCH~CO-Etp\ CiHg was added 704.86
«  B- Mginrefiuzing Cille; afcer refluzipg 1 hr. anticopling, the
mixt. treated with 107 HCI gave (r.xdr)& 8- j«l Xphydra-
]umz:nlu.':(n Iy 163 - :H".v.vhu.lh.x-'mldcrgonc ri‘:?nunn
T(6.7 g.} in Gl was treated droparise with 2.5 g/ POCU
“16 'ml, pyridie-and the mixt, refluxed 43 min,, cooled, and '

R . .- squenched in HsO; tic org. layer was washed with NaHCO< : ;0.
. , 'nnd distd., ucldms; 4.5 g. Et farnesolate, Crnfluly, by 162-
. °, ds 0.9240, n37 1.4792. This (2.6 g.) in E4,O0 was added

‘ - . to 0.33 g. LiAliL; in Et;0 at —50° and stirred 1 he. at —30°, P
- . - . - < vielding al’ter trmtment with 0 B4%, farnesol, be 143-3°,
da 0.8016, n3° 1.4837, whiclt treated with A<Clin pyndme-
Cof1, vith ice mc\i.ng 8 hrs, gave 70.15 gcefate, by 105-7°,°

: " dy 0.0247, v 14770, Shoking 1.33 g. furnesol with 1()0

N ml. petr. eﬂlcr and 10 g. activated Mntd, 4 birs. gave 63.15%

. : . Sfarnesal, by 165-G%, dn 0.30999, n%f 14871 Jcmrurbm:ene,

ST . _m. 13¢-70. ) . G. ‘:f Rasolapoff

M\

e
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PRECGRAZH ENSKY WN-A.
L - . ; 2 of mbgugutad diphenyl © ,K. %) Losev. '
. T Mﬂ" e s T““tﬁsknl' ‘E’r‘é‘:f““%:‘ﬂi. U.5.5.R. 25
. [ R R TES lation). .
' Bnl teansl
) ’225%3(!905)( gl

: '.,}...{"_R,L._——-" e ""_‘,,,,,..
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PREGARNZVENSK Y, N/

Synthesis of subsnw!

._______b;"-f{%&n N. Tsvetko?,
‘ o mﬁﬁ‘c'n‘shx(

5 Khint, 25, T4
Ml:,SO. uml 00 k. 10N
Na()ﬂ to 50 g. m —O,NCJLCH;OH at 40° gave 80% m-Or
NCJI.CH,OM:. bs 128-30°, and & residue of (p-OV
CH:)-O 100-2°. Reduction wnh Za-H
I!,NCJI(CH‘OHc. 0% s 115-18°, dn 1
; the same forins ou hydrogenation of tht mlro deriv.
over N: at 65 n(m at rooin an, - Diazotization in 30%
H.S0¢ with and hcnluxg mm much. 30% H,SO;
gave 60% m-l[OC.H.CII,OMa, §.-20°, ds 1.108, 32
1.5400. Addn. of 13 & r(O:N)C.H;CH:COuH (Ia)
to 120 ml. fuming HNO,, lhen heating 1 hr. ona steam bath
gave 65% §-OuN deriv. (1), . 162-3%, the same being
“formed on pitration of p-B rC.ll.CH,COﬂI. Refluxing
1a with EtOH in Cells in the pnscncc of H;S0, gave 75% Kt
esfer, iz 156-8°, m. 33-5°. P.Lcsagc <f HCl into I in
E1OH at reflux gave 100 ,,, its El ester, 75-6°. Heating
0.28 g- KOH, 1.8 ml. 1.15¢. 4 '!-'Br(O{N)C.H:CHO
{semicarbazonc, m. 22!‘ "') and 0.62 §. p-M
hee. at 118-20° gave 53% 3 4-011\((4-”:06.}1.0)6'.":6'110
m. 62-3°; semicarbazone, m 20100, -m-HOCH H,CH:0Me
(II) t.rmted with Na in C.H.. lollnwed by 4,3-Br(01‘\l)C;Hr
-CO;Me and: heating 12 hrs. at reflux gave 77.3 9% 4.1 ,3(3-
McOCH,C.H.O)CAH;(NOAx. undusullablc yellow oil.
(21g. } added to8.5g. KO 26 mi. McOH lreed of McOH .
and treated wil Ircsh powd. Cu and p-BrCHCH-
, COMe at 140-5° 3.5 hrs gave 35% 4—(3—H¢0CH,C.H.O)-
CoH CO:MG. ln—a 180~2°, ds 1. M’Il, ni® 1.5639; me mr-
bethoxy analog -2 lgf—“ » d 1 1307, 'n 16408, l\
arly w'\spmpd 92%3 N(.?—McOCH;C.H,O)C.H, CO:Me,
undistillab! Jeﬂo 11 Na salt and l ave 90% 3,54~
(O:IT 1 3-AMe CH;C.IAO)C.H,CO;M:,
G. M kosnhpoﬂ .

g v T T T T RTINS
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e E e

Fub, 22 -~ 22/47
GuSakova, G, S.y and Preobrazhenskiy, N; A.
Synthetic investigations of yohimbine elkaloids

Dok. AN SSSR 101/6, 1061 - 1063, Apr. 21, 1955

The synthesis of yohimbine from the bark of yohimbe tree and the decorpo-

sition of racemates is briefly described. The introduction of the hydroxyl
group into the yohimbine nucleus, in a position it uswally occupies in the

very alkaloid, is explained, The synthesis of apohimbine from yohimbon is

analyzed. Four references: 2 USA; 1 Swiss and 1 USSR (1950-1953) . Graphs.
The M. V. Lomonosov Inst; of Pree. Chem. Techn., Moscow

Academician I. N, Nazarov, Yavember 25, 1954
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ussr/ Chemistry - Inorganic qhemistry :
' card 1/1  Pub. 22 - 27/62

Authors :7 Volkova, L. V. , Tolkachev, 0. H.; and Preobrazhenékiy, N ..A'
. Title | 1 Synthesié of bisbenzyltetrahydroisoquipo_line esters

e - Paricdical t Dok. Al SSSR 102/3, 521 - 524, May 21, 1955

bst ’ i droi i : dicinal compounds)
ig of bn.sbenzyltet_rahyaro:Lsoqulnoline egters gne ‘ oupe
Abatract " ¢ gzms%gzggséfmgthon-k-oxy-‘j-(Iy-cErboethom}zenoxy)Ehenyé‘ ethglamjnethi },cymziﬁ;
i ‘ - ~/,(2'~nethoxy-51-carbom T 1~
ine noint 77-83°, and from beta- [3-methoxy-4(2'-me met 1y
, ;zgnggq)pheny 'e,zthylamide of formic acid, melting point 132-138° is descri

 bed, '

institution . The'M; Vk. Lomonosov Inst. of Prec. Chen. Technol., Moscow

s e s
—

| Presented by: Academician I. L. Knunyants, January 7, 1935
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ich: NAZAROY, I.H.,
ich; RUBTSOV Ivan Andrianovichj : .
— Al:::.eiitlai:ii:zzznt; PBE}OB»RA‘Z_HB_IFS_K}X,_ N.A., profegszr, i:;:z:z:t.lt,
}alUKI;, V'.H., profeasor';”’éﬁetéredaktor; PRITYKINA, L.A., :
GorLIB, E.HM., tekhnicheskly redaktor

%
[ Synthesis of vitemins] Sintez vitaminov. Moskva, Pishc}(l;;;;imil.zﬁ).
1956. 258 p.
(VITAMINS)
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,//’,/\, 1_5(4"5;‘,7/_‘;}2 /1,'[;—/!’,‘.) ,(/ y ) ,(,/ '/_,2

USSR /hemical Technology. Chemical Products 1-21
and Their Application

Medicinals, Vitamins, Antiblotics
Abs Jour: Referat Zhur -~ Khimiya, No 9, 1957, 322b3

Author @ Preobrazhenskiy N. A. ;

Title . Current Problems of the Chemistry of Organic
Medicinals

Orig Pub: Khim. nauka i1 prom-st®, 1956, 1, No 4, 362-376

Abstract: The present state of the chemistry of organic
medicanals 1s described and the course of its
future development 1s outlined.
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T - /Syathesis of ns 1, Samakbvale¥, |
s 3%, A, XMiropal’ : e Ao XTC ._,7_\',;\\'. 2
7 TEEuE, 2 [ R EECTII UL Y
20, REG(IOH Y Ragl trandation); of O, &7

IR (,}Jﬁ‘ 3 e e Mothyleliepton - T-one (187 £.) and 178 1.

S BrCHC0Me fu. 50 b, Catls was gradually added 1o
9 g activated. Zo uonder dey GiHe at 'reflux; after
. further heatinng 20-30 min,, the cooted, mixt, was treated
. Camith 1065 AcOH and the atgy, fayer, alter washing, vlelded
75-8% AfesCr CHCH, CINCMADNHE I CILC0, ke (IX,'!’:; 168~
10%, Uy 0.0744, 533 14508, which refinzed @ hrs, with -
cess AcO) gave 80-89%6 corresponding acclald, by 118207, dis
0.0038, »% 1.4508, “This heated with KOAe tnaintaining —
vapor temp. helow 185° gave a distillate of AcOH and u
residus of 70-255  MeC: CHCH; CHiCMe: CHCO:Ale, hs
03-58°%;: this (8.5 g redieed with 2.3 & JAAMH, in EtQ ot
—~50°, finally at 307, yave §7.5-0075 mixt. {11} of 1:(:0{'-
and geranicl, be 10457, Uy 0.8862, ¥} 14741, To 48 g7
KMnO, in 300 el .0 at 60-70° was added simultaneously !

_from 2 fusnels 34 g. KOH in 50 mi. H,0) and 4845 g. MnS0,

" in 40 ml. HLO; after gradual cooling 2 hrs., the resulting
active MnOs was washed with HyQ oand dried fm cocuo.
“fhis (20 g.) shaken 3 brs. with 2 mi. I In 109 ml. petr, )
ether gave 8$0-91% citral, by 96-77, s} 1.4842; semicar-

_ bazave, m. 130-5°. The latter deposited on Al from

_CHCl and eluted -with CHCl; the zone movement being .

== followed by titraviolet-fiiorescowoe; gave first an-luateof L ..
‘perel (semicarbasene, m. 189~70%), then a low yield of °
geranicl (semizarbazesc, m, 161-2°). 1 {13 g.} in 80 mil.
CyH, added to refluxing sein. of 6.5 g PCChL, 30 ml. CaHe, -«
and 80 mil; pyridine aad boiled 40-5 min., cooled, treated .; :
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-»:.Ob?m»/véva/av’ e / /V7/f0/°t9 / 5’“1,?&' M /? and Freobrazhenskii N4
’ SR SCICRE I thh lcg, and lh org. layer washed wath dit: H-:O; and Na--
w4 HEOs, ngc 58C% Me geranale, by 00-27 which with LiAlH -

L gave $9% ales €uH; -O, by 97-8%, % hxg—x oxidizesd 6s above -
S mth '&110, ;,a'-c Sl % c-‘nl, b °°~S° . G M.
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emaz!:ens

=T G ﬁ;‘é‘"‘"‘ 3715f —ihaydmuien of ::r:c&{" the

 ghove cited acils y compd>, with 2, '2— and 2,4-double
" boodd zud c ,rxd *:anvsaﬁat conts 2¢ this douhte bond.

Pv'oh's-fs ef Ac derivs. of the rn:xds navz aver, viclded pre-

d: zr:m.. stru:m&,

I'hr; \L../ ...) ..m 1 py"mmc trem

o ith it g, E ?«sz::ﬂ;\i«.-«ﬂe«’h“ Foutt,, .

—-,h“‘".ﬁe nn;} 2, "(!mt*mjs_[_, 3 &t
L4l with H.O, sed. exxd. with 260
.?~3§L-:c£f-=~,._,,, ’i 2 9..1{:",4 v,.,

) (,.. nﬂ! ﬁ g., Ju Iu.“tne"ne: -
aitead, b;&r&’“‘.mtg.ﬁim ecttvt
arilimble 3. v«"ﬂ(,h‘ LG Bootmal ~L~3E
reduet with qu\,()f‘ﬁi\'li, )'{ atded 559
srbazone, m. 1357, confirming the above
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SUE T

I , /
Sz ez S rnl s o
ob-l-oate with DBrepyridine zs abdve give 1765 Et 5.3-
dimethyl-2, i 8-decairien-Tcate, T 109-11%, X 276 ma, "~
(yielding with 10% ale. Kofi the free ecid, a yellow aif,
‘which with Meli in Et:0 gave BB8% -peeadcionone, bas
-95-6°  (24-dinitraphenyihydrazone,  m.  132-6%), The
. erude product in CHCY adsarbed. on ALQy, wustied down 3
~with CHCHy, aud the lower highly-colored basid eluted with
CHCY, yiskicd: (from 200 ml. original hydrazene) 175 wa.
‘pure preudcianone 2é-disilrophenyllydrazone; 'm. 148-6°,
corresponding to the geranial derw., whils the lower less-
calured band, éluted ‘with CHCL-EtOH, gave Ul mg. 24-—
- dinftrophenyliydeasone ol psendarovons, m. 118147, cor. .
. sespanding ta the merad derip, - Natural citral yielded a 2,445
- dinitrophenyihydrazone, witieh; treated as above sn ALGy, -
gave (from 200.mg.) 18310, isemer, . 143-9°, and 12

_ g, isomer, 1w, 118-10°, flenticn with the above samples.
T 5 : G ML Koralupoff

s
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-sk—-—sgf o
Tty zn’%{ﬁ

T3¢ —~Qver 1.6 hes. T2.5

stirred miet, of (52 g, 2
= " o = o=

25 g
3oy

PR
" MeOM: wis added to &
tonione and 1% a5
i

feee gt "4 boe, the wigt. tréafed with 85 &,
§ In 875 ml. RO%, MEOHE, warmad g 3-6% fad stirred
2 kes, wiiich 800 ol 1, wisedded, themixt, wsrmed -

to 20°, wad extdl with Bl vilding from the ext. ¥6.7%
cnde aldshyde, bng 631047 this (138 mL} faetionated
In & retor-pecking column gave §8% pute Fuighyl-6£{2,6,6+

rizatilopelsvesan- Tk b a-buten-Lok (semicarboziae, w. 165

6%), wlith reflved {x pets, bthéc with 1695 HS0, In lnect
: ats. grys 77,655 onledaat alidiyde i purlled stals, bog
: @%‘%‘m WP LAl B, fo 600, Tratot of 657

¥ g, eves,  1LGdisydoay-d,t-dimethyl0-(3. 8 5-trimethete |
. cyclobexen-iyitE b favaatzione with 1€ mi. CECh and
: 3.2 ml, pyridine, followed al ~5° under W with 1,48 5.
£2CH I CGLCh geve after stmunding overulght GR8% |
l-aectazyp- §,F - divecthyd - 8- kydroxy-3~ 26 & trizelisloyeles 1
baseroto o8 8 Fmonetebing, olle o LEGSO, BIR .. yim.:
(5. This (4.5 g.) {r 00 mb. BOH treated with 53,5 2,
5% H&Qsend kept under N2 &, gave eftsr dila, with Bl
and extn. with potr. sther 8095 cod oily f-goclaty§,fdt
w:é;zé-s-&yﬁrzzy-&:(:.@;&«gmﬁ;&:;‘dcmm-z-gﬁ‘.fﬁ- ¢
onatrisnz, aY 16563, BEZ . | 670, a5 & rocsalt of
allylic rearrangesrent, Imbtared spectem of the eldehyds
snd of the scetoxy compd. (also uitravislet} are sboem,
The allylic shif. deseribed gbove Is confirmed by appearancs

(3

3
RN R Ly C‘,‘:'i;‘(ﬁ‘»—i-ikr—v

of iniense abenrption at V5-E0 mp, dwring the reaction,
ﬁ (. Kenoizpad
-
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New method of synthesizing polyene cetones with conjugate dm.xb:;,e
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1.Predstavleno akademikom I.L.Knunyantsen.
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r ) L.P.; SHULOV, L.M.; PREGBRAZHEN-

GORBACHEVA, I.N.; BUSHBEK, G.V.; VARNAKOVA,
SKIT, Nehyoo

e b e

hyl ether of the racemic alkaloid dauricine.

Synthesis of the met 2301 Ag '57. (MIRA 10:9)

Zhur, ob. khim, 27 n0,8:2297-

netitut tonkoy khimicheskoy tekhnologii.

1, Moskovekiy i (Allmloidl)
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T JiAHYCHEVA, I.X.; VORbB'YEVA, G.A.; PREOBRAZHENSKIY, N.A
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Synthesis of 2,3,6- T 10:2662-2667 O '57. (MIRA 11:4)
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1.Institut tonkoy Khimicheskoy tekhnologii.
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’ . 79=11-17/55 -
AUTHCRS: Saryciaevia, L. Ko Vorobtreve, Te e Kucheryzvenko, Le Ge
Preobrazhenskiy, . A.
TITLE: Synthesiz of 2,3,6—friuethyloctadienc—2 T-olg-4-3-:iethyl inaloocl
! \

(Sintez 2,B,G-trimetiloktadiyen-Z,7-01&—6-3—ﬁetillinaloola)

“«

200

PERIODICAL: Zhurnal Obshchey Khimii, 1957, Vol. 27, lir 11, ppe200i-2000 (US5R)

ABSTRACT: In the described acthods of aynthesis of tix irones 1-bromo-2,35-di-

me thylbutene-2 2nd 2,B-Simethylheptene—Z-on-G, w+hich are over J-

z

-methyllinalool und 3-ncthyleitral converted to pseudoirones, rc-
gularly occur as intcrmediate products. me replacenent of 2,3%-di-

methylheptene-Z—on-6 by 2-methyl—3—methy1cnehep:anone-6 ccused no
egsential changes in the schemnea recomicnded ecarlier =nd only de-
cided the gquestion concerning new souices of rau aaterial. Yherc-

fore it was of interest to work out,
compounc s , & new vay ior

on the bL.zic of the accossible
the structural grouping EH5 “H3
CH,-C & E 2 CH

p] 2

--point of gquite a nuuer of intcraediate

vhich recprescnts @ starting;-p
products in the irone syntheais.

gynihasis of 3-ncthyllinalocl, sterting fron

iMa oproo.oar o, 2¥ 1sgecives Sle

3
the nethyl zcetoncetic

aster:; This ester 1z converted ©o 3—ueth;1;;:t:uune-4-gl—1, tais
Card 1/2 i3 agzin transforace to 2,B-Gimgthjlp:nt;diol—E,S wnich is con-
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79-11-17/90
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Synthesia of 2,3,O-Qriﬁithylcct;di;ne—Z,7-&1:-6-3-393;31 Linulauc.

verted to 2-5—dibrumo-2,B—Gin¢:hy1puntanc iy furticr to H-broue- -
2,3—dinethylpuntenc-2. 3y condenzation #ith e thylvinylketonc 1in _3
the pregcnce of 1ithium the finel product W convartzd to 3-meth-

as

yillinalool with & 14,1 % sizld (sce schene 1). Thus the synihesis
of 3-nethyllinﬁlool was rcaliczed over quite 4 nunber of inter-
mediate products. lew methods oy the aynthesis ol 1-brono-2,3-
~dimethylbutene-2 and 2,3—dimcthylheptane-2-on—6 +erc workced out.

here are 1 fisure, and 5 refercnces, 1 of which is Sluzic.

ASSCCIATION: Moscow Institute of Fine Chemical Technology
(Joskovskiy institut tonkoy xhimicheskoy tekhnologii)

SUB.ITTED: October 3, 1955

AVAILABLE: Library of Congres: —~
1. Irone synthesis 2. 2,3,6—Trimetkwloctadiene-2,7—015—6—3-Methy1 L
1inalool~Synthesis
1
Card 2/2
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4LUTHORS: Preobrazhenskiy, W. A., Halkov, K. M., 79-11-53/56
Maurit, Y. fe., Jorob'yev, M. a.
Viasov, A. S.

TITLE: Synthesis of the Alkaloid Arecoline and its Homologues
(Sintez alkaloida arekolina i yego gomologcv).

PERIODICAL: Zhurnal Obshchey Khimii, 1957, Vol. 27, Hr 11,
op. 3162-3170 (UssR)

ABSTRACT: The alkelcid of the Aroca Catechu palm recognized as
N-methy1-1,2,5,6—tetrahydronicotinic gcid ester (see its
nydrogen bromide salt in formula VI) was hitherto
synthesized in different manners. The suthors carried out a
synthesis of this alkaloid and its homologues of special
practical importance with different substituents on nitrogen,
starting from the methyl ester of acrylic acid (see series
of formulae 1-V1). The reaction of the methylacrylic acid
ester upon alkylamines leads to the formation of #,p'-
dicarbometoxydiethylalkylamines. The cyclization to ¥-alkyl-
3—carbometoxy—4-piperidone tukes place in alcoholate by
neating of the diester of one of these emines. This
piperidine is reduced to H—alkyl—}-carbometoxy—4—

Card 1/3
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Synthesis of the Alkaloid arecoline and its Homologues 79—11-53/56

oxypiperidine. By dehydration with the alid of dehydrating
agents the la'ter is converted to the methyl ester of
N-alkyl-

-A3 tetrahydronicotinic acid which
latter with hydrogen bromide forms the salt. The Tollowing
homologues of arecoline were synthesgized according to one
and the same method: The methyl esters of1N-ethyl—,
N-n.-propyl-, N-n,-butyl- and N-benzy1'¢3/’ -tetrahydronicotinic
acid. The physiological investigations in the pertinent
Moscow institutes showed that the produced hydrobromide of
arecoline completely corresnonds with the same salt of the
natural alkaloid. Of the arecoline homologues only the
n-propyl derivative exerts a weak physiological action.
There are 9 references, 5 of which are Slavic.

Card 2/3
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Synthesis of the Alkaloid Arccoline and its Homologues 79—11-53/56
ASSOCTATION:
Moscow Tnstitute of Fine Cheninn) Technology.
Experimental Plant of the All-Union Chemical Pharmaceutical
Scientific Research Institute
(i:0skovskiy inst.wut Tonkoy vnimicheskoy tekhnologii.
Opytnyy zavod vsesoyuznogo neuchno-issledovatel!skogo
xhimiko-farmatseviicheskogo instituta).

SUBWMITTLD: October 20, 1956
AVAILABLE: Library cf Congress

1. Areccline - Synthesis 2. Alkaloids - Syntheslis
3. Aroca Catechu Palm L. Alkaloids - Sources

Card 3/3
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AUTHORS: sorbacheva, I. ., Lerner, M. I., 79-12-%5/43
Zapesochnaya,; . G., Varnzkova; L. P,
iy, M.

Preobrazhenskiy

%
7 A -

g
TITLE: Investigations in the Field of the Synthesis of the
Alkaloid Magnolamine (Issledovaniye v oblasti sinteza alkalecidz
Magnolamina)

PERIODICAL: Zhurnal Obshchey Khimii, 1957, Vol. 27, Ir 12,
pp. 3253-2357 (USSR)

ABSTRACT: On the basis of the investigations conducted by the
authors; the formula I wag proposed for magnolanine in this
paper. By a compleie synthesis it was possible to sstablish
the structure of this alkalcid definetiv=ly. In the present
invesl gation it was succeded to produce the basic inter-
mediate product of the synthesis of the dimethylether of
magnolamine, By means of a condensation of the dichlorine
anhydride of the 7,4 - dimethyloxy - 4,6 - dicarboxymethyl
diphenylether (formula II) with - (3 - methoxy - 4 -
benzyloxy) - phenylethylamine (formula III) the diamide
was obtained (formula IV) the simultansous closing of the

two isoquinoline rings lead to the dichloric hydrate of the

3,4 - dimethoxy ~ 4";6' - [bi - (6 = methoxy - T - bensyl-

APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429
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Investigations in the Field of the Synthesis of the alkaloid 79-12-35/43

Magnolamine

ASSOCIATION:

SUBMITTED:

AVAILABLB:

Card 2/2

oxi) - 3,4 dihydro - isoquinolyle] - dimethylphenylether
(formula Y¥). & further hydration, a methylation and a

removal of the benzyl residua must lead to the dioxymethyl-
ether of the magnolamine. The 3,4 - dimethoxy - 4',6 -
dicarboxymethyldiphenylether (formula II) was produced by

two methecds. The further reaction process igs reprcgented

by the formulae VI, VII, VIII, and IX. From this it appears,
that a basic intermediate product of the gynthesis of the
dimethylether of the alkaloid magnolamine hus been synthesized.
There are 6 references, 2 of which are Slavic.

Moscow Instituse of Fine Chemical Technology
(Moskovskiy ingtitut tonkoy khimicheskoy veknnologii).

August 21, 1956
Library of Congress

1. Magnolamine - Synthesls 2. Alkaloids - Synthesis
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AUTHORS: Gorbacheva, I. H., MNikolayeva, L. A., 79-12-39/43
Preobrazhenskiy, l. A.
N
TITLE: Methods for the Synthesis of the Alkaloid Daurizine

(Puti sinteza alkaloide Dauritsinua).

PERIODICAL: Zhurnal Obshchey Khimii, 1957, Vol. 27, Nr 12,
pp. 3367-3370 (USSR)

ABSTRACT: The synthesis of the methylether of the racemic alkaloid
daurizine was realized by a simultaneous juncture of two
isoquinoline cycles, starting from the corresponding diznide;
with 2 subsequent hydration and methylation of the secondary
nitrogen atom (ses Tormulae I and II). Another synthesis
consists of *tha interaction of two benzyltetrahydroisochinocline
derivatative (formula VII), with the formation of an ether
bond of the two benzyl residua. In the present investigation;
the synthesis of *he chlorine hydrate of 1 - (4' - benzyloxy) -
benzyl - 2 - methyl - 6,7 - dimethoxy - 1,2,3,4, - tetra-
hydroisoquinoline (formula VII, R = CHZC6HS’ X = B1) is

conducted. The benzyl group of the latter is removed by =z
catalytic process by a hydration and by the chlorine
Card 1/3 hydrate of the 1 - (3! - bromide - 4' - methexy) ~ benzyl

APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429
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Methods for the Synthesis of the Alkaloid Daurizine 79-12-79/43

- 2 - methyl - 6,7 - dimethoxy ~ 1,2,2%,4, - tetrasoguinoline
(formula VII, R = CH,, X = Br) according to the scheme given
here. The chlorine afhydride of the corresponding phenyl
acetous acid (IV, R = CH,Cgl ,X = H and IV, R = CH,, X = Br)

was condensated with - ( 3,4 - dimethoxy) - phenylethalamine
(III). The emide obtained (V, R = CH206H5, X = H and
vV, R = CH,, X = Br) was closed by an action of phosphorous

pentachlorlde with the formation of a dihydroisogquinocline
derivative (VI,R = CH oCcH 51 X = H and VI, R = CH,,X = Br)

which was further subjected to a catalytic thratlon and
methylation w1th formnulin in the presence of ameinic acid.
(VII,R = CH3 6 X = H and VII, R = CH3, X = Br). fihe

scheme given helc has the purpose of arriving at the synthesis
of the optically active isomers of the alkaloid daurizine.
There is 1 raferences, 1 of which is Slavic.
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ielhods for the Synthesis of the Alkaloid Duurizine 79-12-73/47

-

AS30CIATION: Moscow Institute of Fine Chemical Technology
(Koskovskiy institut tonkoy khimicheskoy tekhnologii).

SUBMITTED: Hovenmber 26, 1956

AVAILABLE: Library of Congress

1. Daurizine - Synthesis 2. Alkaloids - Synthes!s
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Tsvetkov, fe. H., Gorbacheva, I. H., 76-12-40/43 .

Preobrazheonekiy, U. 4.

lMethods for the Synthesis of the Alkaloid Isoch ndodendrine
(Puti sinteza alkaloida I zokhondodendrina).

Cyclo - di - (4 - L3 - (p - aminoethyl) - vhenoxy J -
Phenylacetyl éTSiKlO - bis - (4 - 03" -(p - aninoetil) -
fenoksil - fenilatsetil).

Zhurnal Obshchey Khimii, . 1957, Vol. 27, Nr 12,
pp. 3370-3375 (USSR)

Isochondodendrine (I of the given scheme) may be counted

to the macrocyclic di-benzyltetrahydraiSOquinoline alkaioias.
which show diversified and interesting physioleopgical
properties. A schems for the synthesis of this alweloid aznd cof
its dimethylether (II) is proposec. 7he basic initial reaction
consists of the intramelocular cyclisation of the rmide

(VIII a), which is supposed 1o lead to to the formation of

the macrocyclic diumide (IX a). This subs.ance may then ha
transformed into the i scchondodendrine (I) or into its dimethyi-
ether (II). An interpretation of the structura of the macro-
cyclic system by means of the intramolccular cyclization

appears to be morc zppropriate +o the authors compared witnh the

CIA-RDP86-00513R0013429
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licthods for the Synthesis of the Alkaloid 79-12-40/43
Isochondodendrine -
Cyclo - di - (4 - (3t - (P-aminoetnyi - shenoxy] - prenyl.cetyl

bimolecular condensations, -hich were proposed earlier ifor
the synthesis of such compounds. The method proposed here

is proved experimentally by the synthesis of the cyclo

ai - (4(z' - (ﬁ—aminoethyl)—phenoxy) - phenylacetyl (IX)

(see the complete scheme). On the basis of the cyclization of
the diamide (IX) according to Bishler, and of the subsequent
hydration two compounds were isolated, wnich probably

pogsess the formula (X). The existence of two varieties is
explained by the two unsymme tric hydrocarbons.

There are 6 refarences; 2 of which are Slavic.

SUBMITTED: November 1, 1956
AVAILABLE: Library of Congress

1. Iscchcndodendrine - Synthesis 2. Alksloids -
Synthesis
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LUTHORS: Aksanova, L. A. and Preobrazhenskiy, N. A. 20-1-21/42
TITLE: Hote on the Synthetic Production ~f Yohimbine,
{sintez
"”%7 aikaloida 1oknimpina).

PERIODICAL: Doklady AN SSSR, 1957, vol. 117, Hr 1, pp. €1-83 (usSR)

ABSTRACT: In a previous note of “he second author (reference 1)
the production of apo-yohimbine from yohimbene and formic
. ether was described. Thereby one of th2 main problems of
the synthetic production of the active substance of the
bark of Corynanthe yohimbe, the reproduction of the
hydrated E- ring, was solved. This ring corresponds to
R native yohimbine (structure formula V). The synthesis of
apo-yohimbine, which was realized by the authors, how-
ever, does not make possidle the production of yohimbine
. as yet, for the aynthesis of 16 a-carbomethoxy - 17 - «
- oxy-yohimbane (v) from 16 « - carbomethoxy-yohimbane -
16 is very difficult. In the present paper the authors
established, that yohimbine (1) reacts with di-ethyl-
carbonate, forming carbo-ethoxy-yohimbine (11). By means
of reducing the ether produced in that way in III, by 2
Card 1/3 subsequent saponification in IV and by etherification the
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LRSS

ynthetic Production of Yohimbine, 20-1-21/42

methyl-ether of the yohimbol carbonate acid, that means,

the alkaloid yohimbine, was obtained. The best results

were obtained at the condensation of yohimbine with a
gubstential excess of di-ethyl-carbonate and shaking

during 3 - 4 days at 18 - 20°C. 1n an experimental section
of the paper not set apart however, from the other contents,
production rates and reactions of all substances aentioned
with other reagents are given. The ethylether produced

from yohimbine carbonate acid (III) was reduced %o yohimbine-
alcohol (VI) with the help of lithium aluminiumhydrate in

a milieu of dry tetra-hydro-furane. The same product results
from a reduction of yohimbine. Phis synthetic alcohol .
yields by means of an interaction with benzoic aldehyde in
the presence of p toluene-sulphonic acid the p-tolusne
sulfonate of the benzylidene derivate VII. Consequently,

the present papeT represents the completion of a complete
synthesis of the alkaloid yohimbine, which up to now could
only be conducted to the stage of yohimbine {reference 2)
and of apo-yohimbine. There are 3 references, 1 of which is
Slavic.
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Note on the Synthetic Prgduction of Yohimbine, 20-1.21/42

ASSOCIATION: Moscow Institute for Fine Chemical Technolog imeni
M. V. Lomonosov, loscow (Moskovskiy instltut tonkoy khimicheskcy
tekhnologii im. M. V. Lomonosova) .
PRESENTED: June 17, 1957, by I. N. Nazarov, Academician
SUBMITTED: May 16, 1957

AVAILABLE: Library of Congress
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YKVSTIGII}EY]ZVA R P., BRA YL’R Yu” I’llhOBIU\ZHKNSKIY N.A.

Synthesis of emetanine allmloid, Dokl. AN SSSR 117 no,2:227-229
N 57, (MIBRA 11:23)

1, Predstavleno akandemikom I, N, Nazarovym.
(Inecacuzmha)
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AUTHORS:: Bazilevskaya, G. 1., Baynova, Y. $., Jurs, . Y., Lyuzzyav,
K. M., Precorazhenskiy, N. A.

TITLE: Synthesis of the Alkaloid Cocaine (Sintez alkalciaa xokaina,

PERIODICAL: Izvestiya vysshikh uchebnykh zavedeniy, Khimiya i khimicheskaya
tekhnologiya, 1958, Nr 2, pp 75-81 (USSR)

ABSTRACT : At the beginning, use, occurrence, ana structursl formuls of
cocaine are repeated, kccording to the structure tneory, four
Tacemic stereoisomers of cocaine are possible: racemic cocaine
(Ref 3), racemic pseudo-cocaine (Ref 4), racemic allococaine
(Ref 5), and racemic allo-pseudo-cocaine (Refs 5,6), aus well
88 a corresponding number of optically active compounds. Var-
ious methods of synthesis for cocaine have been published
(Ret's 3,7,8-11). In the present paper, the synthesis according
to the scheme (Page 76) is described. Pharmacological investi-
gations in the Minskiy meditsinskiy institut (Minsk Medical
Institute), carried out by Professor K. S. Shadurskiy and N. &.
Iskarev, Graduate Student, on samples of the authors proved
that racemic cocaine is not inferior to the natural levorotary

Card 1/3 cocaine regarding its local-anaesthetic properties (on the
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APPROVED FOR RELEASE: Tuesday, August 01, 2000



"APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001342

Synthesis of the Alkaloid Cocaine SOV/153-56-2-13/3¢

cornea of the rabbit). But, cn the other hand, it is less
toxic. The investigations of the latter two scientists (Refl 14)
led to the conclusion that it is frequently advisable to use
racemic hydrochloric cocaine without cleaving it in antipodes.
In the experimental section the synthesis of the following
compounds, being cocaine constituents, is described: 1) 2,5-
-diethoxy-2,5-dihydrofuran (1), 2) 2,5-diethoxy~tetrahydrofuran
(II), 3) di-potassium-salt of the monomethylester of acetone-
dicarboxylic acid, 4) methyl-ester of the tropan-3-one-2-
~carboxylic acid (III), 5) the methyl-esters of racemic
ecgonine (IV a) and of racemic pseudo-ecgonine (IV b)),

6) racemic cocaine (base), 7) racemic hydrochloric cocaine.
Conclusions: 1) In this paper the method of synthesis of the
salt mentioned in 7) was elaborated. 2) The conditions of con-
densation of succin-dialdehyde with methylamine and with the
salt mentioned in 3) to the compound (III) have been investi-
gated. 3) A method of quantitative determination of compound
(III) in the reaction mixture after the formation of the water-
insoluble reineckate was suggested. 4) & stereo-oriented reduc-
tion of compound (III) to the methyl ester of racemic #cgonine

was realized. There are 14 references. 4 of which are Soviet.
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5(3) Li/155-58=5- /28
AUTHORS: Yevstigreyevaz, R. P., Malinz, Ytis Fa, Doe7 Temiiachii Taoan 3
TITLE: Synthesis of Cis and Trans Homocincho Loipone (Sintez tsis- 1

trans-gomotsinkholoyponov)
PERIODICAL: Izvestiya vysshikh uchebnykh zavedeniy. Khimiya 1 khipichesr . o
tekhnologiya, 1958, Nr 5, pp 46-51 (USSR)

ABSTRACT: Phe authors extended the earlier (Refs 1-4, 6, 7) devised
synthesis scheme %o the compounds of indole structure, as fer
as alkaloids of this group are of theoretical and practical
interest as well (Ref 5). Homccincho loipone and homo mero-
chinene are of importance for the synthesis of the alkaloids
of the indole group according to the scheme mentioned. The
synthesis of homocincho loipone described in the presert paper
was carried cut on the basis of the diethyl ester of the
B~(a‘wcyan)—propyl glutaric acid. This ester ig the most im=-
portant semiproduct in the synthesis of the alkaloid emetin
(Refs 6, 7). By hydrogenating the said ester 4-carbethoxy
methyl-5-ethyl-piperidone-2 (by-product in the emetin productix
is obtained in 2 isomeric forms: 1) Crystalline (II«a), and

Card 1/4 2) 0ily (II-b). The synthesis with these two substances was
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Synthesig of Cis and Trans Homocincho Loipone

carried cut separately. The reduction of the said piperidone
with lithivm aluminum hydride leads to 3_gthyl-4-(B-oxy ethyl)-
piperidines (III-a and b). The crystalline piperidone un-
soluble in ether was reduced in dioxane, the oily omne in ether.
By the actiocn of thionyl chloride upon the hydrochlorides of
the said piperidines hydrochlorides of the 5-ethy1-4-(0-ethyl
chloride)~piperidines are formed. Without isolation these are
transformed iuto N-acetyl-3-ethyl-4-(p=ethyl chloride)-
piperidines (IV-a and b). When treating the latter with potas-
gium cyanide N-acetyl-3-ethyl-4-(p-ethyl cyanide)-piperidines
(V-a and b) are formed. The saponification of these piperidines
finally yields 3-ethy1—4—(p—carboxyl-ethyl)-piperidines, ie e
homosincho loipones (VI-a and b). Chlorine surates of homocincho
loipone were syathesized: a) from the ecrystalline form of
4-carbethoxy-methyl-5-ethyl-pi eridone-2 (II-a) with a

melting point of 174.4v175%; bg from the oily form (II-b) with
a melting point of 194.5—1950. The structure of the synthesized
substances was checked by comparisgson of the intermediate
products (III-a and b) with 3_ethyl-4~{B-oxy ethyl)-piperidine
(II1I-v), which had been synthesized by way of the merochinens
stage from natural gquinine. As is known, the piperidine produchs

APPROVED FOR RELEASE: Tuesday, August 01, 2000

CIA-RDP86-00513R0013429



"APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001342

50V/153-968-4-7 /2% *

Synthesis of Cis and Trans Homoccincho Loipone

of the cinchona bark-alkaloids maintain their cis configuration.
Table (p 48) gives the characteristics of the compounds
gynthesized, Infrared spectra (Fig p 48, taken by Yu. N.
Shenker) proved the identity of the synthesized substances
mentioned (III-a, b and v) with those from natural quinine.
Based on these spectra as well as on the melting points the
authors arrived at the conclusion that the homocincho loipcne
synthesized from the semi-product corresponds to a cis~-con-
figuration, whereas that from the oily type corresponds to 2z
trans-configuration.

There are 1 figure, 1 table,. and 7 Soviet references. ) i

ASSCCILTION: Moskovskiy institut tonkoy khimicheskoy tekhnologii imeni
M. V. Lomonosova, Kafedra tekhnologii lekarstvennykh i
dushistykh veshchestv (Moscow Institute for Fine Chemical
Technology imeni M. V. Lomonosov, Chair of the Technology cf
Medicinal Substances and Aromatics)
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AUTHORS: Gorbacheva, I. ll. , Varnaxova, L. P. ; Xleyner, Ze.
Chernova, I. I. ; Preobrazhenskiy, I. A.

TITLE: The Synthesis of the Racemic Hathyl Ether of o,0-Dibenzyl:
nagnolin (Sintez ratsemicheskogo metilovogo efira o, o-diben:
zilmagnolina)

TRIODICAL: Zhurnzal Obshchey Khimii, 1958, Vol.2C,INr 1, pp.167-169{USSR)

ABSTRACT: mhe alkaloid maznolin (formula I, B = B! = H) was liberatsd
together with magnclamine {reference 1) from the leaves of
the Caucasiazn magnolia (Ifagnolia fusata of the fenily Megnc-
liaceae), in the year 1938. The structure of mazgnolin was de-
termined by the oxidaiion decompcsition of its trimethylethsr
(reference 2) (I, R = B! = CH,). On that occasicn t.keto-€,7-
-dimethoxy«Z-methyltetrahyd*"%soquinoline and 2-methoxy-5,4°~
-dicarboxydiphenylether were separated. The position cf the
free hydroxyl groups was determined by oxidation of the tri-
ethylether of the alkaloid. On the basis of these investiga-
tions the formula (I, R = R! = H) was suggested for mefnoiille
The authors for their part reslized the synthesis of the di-

Card 1/2 chlorohydrate of 2‘mmethoxy—5',4"w[bis—(6—methoxy~7wbenzyl
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AUTHORS: Sarycheva. I .1 . yerotyeia, G A& . 79-23 3 12/07
Kuzn.tsovz. 5 4., Freobrazhenskiy, i.o04A
o < st T
" PITLE: A New Synthesis of whe 2,6,:0 14 Petramethylhexadecene-
-15.01s-14 of Isophytene (tiovyy sintez 2.6,10.%4~
tetrametilgekszdctsen—ii-a]a-14‘ :zofitola)

PERIODICAL:  Zhurnal Obshchey KhinmiZ, 1958 Vol 28: ar %, pp. 547-6%7
(USSR)

ABSTRACT: The method of s;ntheslis of the vitamins E (tokoferolov)
and Vitamine K (@ -£illokhincra) which have btezn published
until now are based on the utilization oI the 2 6,10.14-
tetramethy]hexadecene~14»ols~16, called phytene, whi'h 1s
only produced of chloreophyll, cne kilogram from on& ton
- of chlorophyll (Ref 1) (sse the respective reaction process).
The known semisyntheses (Ref 2) are based cn the utilizesion
of natural *ta2rpene. and sesqutterpene alcohols of the
L aliphatic series and until now have not found considerable
application. According to the investigations of vitaninsg
E and K. as well as of other natural products i% was found
Card */3 that the rompound isomeris ty phytene onamely 2.6.10. 14~

=
=
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A New Synthesis of *he 2.6.7C."4-Tatramethythexaiecens. 79-28.7 19/4°
-15-0ls-14 of Isnphytens
tetramethylhexadscere.15.0%-14. +he =scphytene {formuiia
VII) faily sutsvitites phytecs. (Ref 2} (See rzact
procesa 2 with formula VII tV  In the pra2sent ke
new compiete synthesis of Lscphyrens (VII !
(see rormulas I .IT.ILI,IV.V. ard VIjs as ar
2.6-dimethyiundecadiene 2 S on."{ ana g?ran. ,_?
18 us:d whicn te produszd of synthesis linaleoa (1
either by means of zhe dikewane ¢ the IT{espon ding
acetoacetate  or by a reaczion using the scetcacetat2 with-
nut the separatiorn of the acehracetats (1T} Ths 2,6.-d1
'uéthylundeiadienc 2.60on-10 (11} converts wc 2.6 70
. trimethy doGekadiens-2,€6-in .77 .0l.lo by =hs 53t of
sodiuvmacetylenids in ]Lquld ammoniza, The - 1s th=2
dehydronetnlodens {III) which then reacts with acztoacetate
In this case. different from the known syntheses of phytene

and isophytenc (VII) the n2ceesary 2lon gation of the

carbor chain up = Cig 12 resched in one step. The 2.6,10-

trimethy pentadekatetraens~-2,6 "G, "2..0n-74 (V1) sjnthetlged

this way 1s hydrated in the presencs of a nicke% catal?s:
Card 2/3 and ~onverts ts the 2.6.°0-irimetnvipeanradnkansi "4 The
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A Kew Synthesis of the 2,6.10 14..T 2t}
+0; 10, M 4-Tetrapethylhexadercernc.. TGz
-15-0l18-14 of Isoprhytene Y radesene o

laster is oxidized with a chromium mixfture 1n acetic gcid
to 2,6,10wtrimeth‘ylpentadekanone~".A (V). FurThéI:r-'c-;: thc—
condensation (V) with sodiumaceiylend:op ‘r»\.;a11‘:ea": the
ol?tan.ned 2,6;10.‘14~tetrametln/1hexadecine :‘.--o’:‘zz (,Vl‘i’.

Tinally converts to isophytene (VII) vy "séle;ﬁix}e hydre
tion" in the presense of the Lindlar :ata’y.stdeﬁﬂf t"\)/ )
There aref references, 2 5f which are SovgeL o

ASSOCTATION: Moskovskiy in;titut tonkoy khimicheskey tekhnologii
(Moscow institute for Chemical Precision Technology)

SUBMITTED March 14. 1957
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AUTHORS : Maurit. 4. Ye.. Precbrazhenskiy. ¥. 4,
[ SO
TITLE: - Synthesis of the NmMethyl~3-Carbomethoxy—4_0xypiperidines and

Investigation of Their Steric Structure (Sintez N-metil-3-
»karbometoksi~4~oksipiperidinov i izucheniye ikh prostranst-
vennogo streyeniya)

PERIODICAL: Zhurnal Obshchey Khimii,?958,Vol,28, Nr 4,pp.968-974(USSR)

ABSTRACT: In the present paper the authors have investigated dif-
ferent methods of reducing the N-methyl-3-carbomethoxy-
-4--piperidone (II) into the corresponding Piperidole
(Ia, Ib) the separation of the isomeric piperidole and the
conditions of their dehydration. It has been ascertained
that according to the reducer and the reduction condi-
tions methyl ethers of the N-methyl-4-oxypiperidine-3-car-
bonic acid with different relative contents of steric
isomers are developingr, Two isomeric N-nethyl-3-carbo-
methoxy-4-oxypiperidines have been separated, the melting
points cf which were at 86 - 87 °C and 96,5 - 97,5°c.
Yhen investigating the dehydration of the isomeric piperi-

Card 1/3 doles ty thicnyl chloride it was ascertained that the

CIA-RDP86-00513R0013429
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79-28-4-27/60
Synthesis of the W Methyl-3-Carbomethoxy 1-Oxypiperidines and Irvesti-
gation of Their Stsric Structure

piperidole with the melting poin: at 86 - 8700 forms the
basis of the srecolina (II, R = CHB) and the piperidole
with the meltirg peint at 96.5 - 97,500 forms the N-methyl-
-3-carbomethcxy 4. chlorcpiperidine (IV). The difference
berween the pipsridole with %he meliing Boint at 86w87°C
and that with the melting point at 96.97°C is caused by
the cis-(Ie).-traus (It) isomerism of the N-methyl-3-carbo-
methoxy-4--oxypiperidiaes, Neverthelesas the problem, which
of the configuraiions is corresponding to the respective
oxy derivative i{s very difficult to solve., As usuzlly it

is easier to separate the water from thz cis-isomer &nd the
compounds of the cis serise have lower melting and boil-
ingopoints, the piperidole with the melting point at 86~
~87°C has to be regarded as the cis-(Ia)- and that of the
melting pcint at 96-97°C as the trans.- (Ib)-isomer. It

was possible o carry oubt the —cduchtion of the

methyl ethers or the 1so.ieric i--melhyl.-3--carboxy-4--piperi-
doles by the aid of lithiumalumchydride and in trans-
ferring the obtained isomers of the N-methyl-3-oxymethyl-~
~4~oxypiperidine into toluers gulfonates of the 0,0'-

APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429
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Synthesis of the N-»Methyl.-5~Carbomethoxy--4-Oxypiperidinerx and Investi-

gation of Their Structure

-benzilidene-N-pe thylpiperidine-3—oxymethyl

~-4~oles, There
are 3 references, 2 of which are Soviet,

ASSOCIATION: Hoskovskiy institut tonkoy khimicheskoy tekhnologii
(Moscow Institute for Fine Chemical Technology)

SUBMITTED: April 1, 1957
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Bazilevskaya, G. I., Gura, D. V., Baynova, M. S.,
Dyumayev, K. M., 3arycheva, I. K.,\\E{iobrazhenskiy, H. A,

Synthesis of Tropane-3-K - ol, Tropine (Sintez troﬁggﬁgfafﬁﬂﬂag\\\

tropinm)
Zhurnal Obshchey Khimii,1958,Vol.28,¥r 4,pp.1097-1105(USSR)

the representatives of the tropane group (cocaine, atropine,
tropine and also their natural and synthetic derivaties)
vlzy a considerable part among alkaloids. ‘'he presence of
gubatituents in the pyrrolidine -~ piperidine grouping causes
the possibility of different stereoisomeric forms of the
tropane alkaloids. Thus, 4 configurations, and according

to it 4 racemic isomers are known for cocaine. It was found
that thc compounds synthesized in 1956 allococaine, allo-
~pseudo-coczine and the tropeines are derivatives of tropane-
-3-0le of tropine (formula I) while natural cocaine and
pseudo—cocainp hzve the structure of pseudo-tropine
(formula II) {Zef 1).

APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429
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Synihesiz of Yropane 3.C.. .51, Tropine
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These two %ropane-3-oles can le represented by reduction of
the corresponding ketone tropinone. For the production of
one or the other isomer not only the selection of the hydra-
tion agent but also the conditions of the carrying out of
the reaction play en important part. In the present work
the sterically directed reduction of tropinone to tropine
carried out by the authors is described. Synthesis of tro-
prinone was nade by 3 methods described in technical publi-
cations: 1) Harrer and Alagil (Ref 6)j 2) Willstdtter,
Wolfes and Midder (Ref 8); 3) Gal, Simoniy and Tokar (Ref 10).
In order to improve these 3 nmethods some modifications
were nade. Succinic dialdehyde which is necessgry as start-
ing product for the synthesis of tropinone according to the
last two methods was represented by the authors according
Card 2/4 to 4 different methods which are all given in detail. On

APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429



""A_PPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001342

79-28-4-55/60

Synthesis of Tropane-3- <l 01, Tropine

Card 3/4

this occasion acetylene or ethyl acetal of the bromoaceto-
aldehyde or succinic diethyl ester or furane served as
gtarting product. The method of representation baged on
succinic diethyl ester was elaborated anew by the authors.
The authors investigated a series of methods in order to
find conditions for a stereo directed reduction of tro-
pinone to tropines reduction with sodium amalgan as well

as electrolytic and catalytic hydration under different
conditions. Tropane-3-oles with different cortent of stereo- .
isomers are formed according to reaction conditions, but
only in the pregence of a nickel catalyst at 60 atmospheres
pressure and 20 they succeeded in obtaining tropine without
a content of pseudo-tropine. The thus synthesized tropine
proved identiml with that isolated from natural alkaloid
atropine.

A1l synthesis reactions mentioned are described in detail

in an extensive experimental part. There afe 29 references,
1 of which is Soviet.
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Synthesis of Tropane-B—OC-ol, Tropine

ASSOCIATION: Hoskovskiy institut tonkoy khimicheskoy tekhnologii
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79-28-5-11/69

Yevstigneyeva, R, P., Kashnikova, N. M., Baynova, M. 3.,
Preobrazhenskiy, N. A.

Investigations in the Series of Isoquinoline Compounds
(Issledovaniya v ryadu izokhinolinovykh goyedineniy)
XII.Synthesis of 4',5'-Dimethoxy-5,6~-Dimethyl-7-(1"-Methyl~
-6",7"-Dimethoxy 1",2",3",4" tetrahydroisoquinolyl)-
-3,4,5,6,7,8-Hexahydro-Benz-(1',2'; 1,2)-Quinolisine (XII.
Sintez 4',5'-dimetoksi-5,6-dinetil-7-(1"-metil-6",7"-dimetoksi-
-1",2“,3",4"-tetragidroizokhinolil)-3,4,5,6,7,8-gekaagidro—
-benz-(1',2';1,2)khinolizina)

Zhurnal Obshchey Khimii, 1958, Vol, 28, Nr 5,
pps 1184 -~ 1189 (USSR)

One of the most interesting properties of the aulkaloid emetine
(formula I of scheme 1) is its capability to convert into

the red-colored compound, theso-:alled rubremetine (Reference
1-3) on the action of light oxidizing agents. Its structure
has hitherto not been determined although some proposals in
this respect were uttered (Reference 4-8). The most probable

APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429
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Invegtigations in the Series of Isoquinoline Compounds. XIT.

formulae of those suggested for rubremetine demand the for-
mation of a ring system with the hydrocarbon atom C8 taking

part in it. The formation of such a 8ystem would be very
difficult in the presence of the substituent of the above-
mentioned carbon atom, as has to be assumed. In order to
carry out a more detailed investigation of the influence of
the ring substituent on the formation of rubremetine the
2uthors carried out the synthesis of two anzlogs of emetine

which have two alkyl substituents in two free positions at
the carbon atoms C, and ¢ s namely: of 45 -dimethoxy-5, 6~
-dimethyl-?-(1"—me§hyl—6",7"-dimethoxy—1",2",3",4"-tctram
hydroisoquinolyl;-3,4,5,6,7,8-hexahydro-benz-(1'2' : 1,2)-

-quinolisine (IV) and of 2) 8-methyl-emetine (V) (see schene
2). The synthegig of the former ig the subject of this report
The compound (IV) is also of interest because it corresponds
to one of the assumed structures. As a basis for the synthesis
the scheme 3 elaborated for emetine (Reference 9) was used,
Thus the synthesis of the 4,5'-dimethoxy-5,6—dimethyl-7—

APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429
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Investigations in the Series of Isoquinoline Compounds. XII.

-(1"—methy1-6",7"—dimethoxy-1",2",3",4"-tetrahydroisoquinolyl)-
-5,4,5,6,7,8-hexahydro-benz(1',2' ; 1,2)~ quinolisine ana-
logous to emetine was realized. The authors obtained a rubro-
-compound in the oxidation with bromine of the product analo-
gousg to emetine and thug proved that the substituent at the
carbon atom C_ does not impede the formation of a rubrenitine

analog., There are 1 figure and 9 references, 1 of which ig
Soviet,

ASSOCTIATION: Moskovskiy institut tonkoy khimicheskoy tekhnologii (Moscow
Institute for Fine Chemical Technology)
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AL

79-28-5-12/69

Yevstigneyeva, R.P., Lavrova, L.V,, Zarankina, Ts. D.,
Preobrazhenskiy, N. A.

L ST

Investigations in the Series of Isoquinoline Compounds

(Issledovaniya v ryadu izokhinolinovykh soyedineniy)

XIII. Synthesis of 8-Methylemetine (XIII. Sintez 8-metilemetina)

%hurn?l Obshchey Khimii, 1958, Vol, 28, Nr 5, pp. 1190-1196,
USSR

The synthesis of B-methylemetine was carried out in order
to explain the influence of the alkyl substituent at the carbon
atom C8 in the molecule of emetine on the formation of ths

rubro compound. For the synthesis of 8-methylemetine that
scheme elaborated for the production of emetine served as
scheme (ref. 1). (see rsaction process in the mentioned
scheme)! The final product, the desired 8-methylemetine

(XIII) separates in the end in form of & light-yellow oil.

By treating the ether solution of 8-methylemetine with an ether
satu®ated with hydrogen chloride & chlorine hydrate is obtained

APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429
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19-28-5-12/69

Investigations in the Series of Isoguinoline Compounds. XIIIL. Synthesis
of 8-Methylemetine

® oo, - &

in form of a colorless amorphous powder. A crystalline

chlorine hydrate could not be obtained as it is extremely
gsoluble in alcohol. In the case of the oxidation of the basic
8-methylemetine (XIII) with bromine and iodine no rubro-
compounds could be synthetized. The oxidation with bromine
yielded a slightly yellowish, and that with iodine a yellow
amorphous product. The ultraviolet spectra (see figure) of these
compounds remind intensely of the spectra of the salts of
psychotrine which, as is known, represents an intermediate
product in the oxidation of emetine in its conversion to
rubroemitine. Thus the presence of an alkyl substituent at the
carbon atom C8 hampers the formation of a rubro compound, which

€

DN AR A

v
“a

proves the participation of the carbon atom C8 in the formution

process of rubremetine. There are 1 figure and 3 references,
2 of which are Soviet.
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YEVSTIGNEYEVA, R.P,; GLUSHKOV, R.G.; PREQBRAZHENSKIY, N.A,

Isoquinoline compounds. Part 15: Synthesis of isomeric o-methyl-
psychotrines, 2Zhur, ob, khim, 28 no0,9:2463-2472 § 158, »
(MIRA 11:11)
1, Moskovskiy institut tonkoy khimicheskoy tekhnologli,
(Alkaloids) (Phychotrine)
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Ch'en Ch'ang-pal, Zevstizneyevs,s.r.,

Synthesis of the 2~ (k-Pyridyl ;~%-(A~Oxyethyl)-Indole
(sintez 2-(-piridil)-3-(f}-oksietil)-indola)

Zhurnal obshchey khimii, 1958, Vel 28, Nr i1, pp 2085-3090 (U33R)

The scope of the present paper is the synthesis of the most im-
portant quinalcaloids of the indole group, the cinchonamines.
First the synthesis of the 2-(¢~pyridyl)-3-(B-oxy-ethyl)-irdole
(1II), an analog of cinchonamine according tc schense 1 15 de-
scribed, which leads to the synthesis of cinchona. The gogdensg?cn
of the y-butyrolactore (IV) with the ester of the picclinic acid
(V) yields tu. lactone VI), which with hydro:hloric,acla\
formed into the ketone (VII). Its phenyl nydrazone {7VIII,
tained in two isomeric forms dirffering wish respect tc ineir
physico-chemicel properties. Tha ultraviclet abgorption cpecira of /
the two isomers in ethyl alcchol are the same, but the abscrption
maxima of theo -isomer are diszplaced tc the side cf the short

waves, as compared to tzosec of the B -isomer (Fig 1). Tre E—i"mer

of the phenyl hydrazcne is c¢f higher basicity than theOl -isomer

and contrary to the latier lcses easily a umolazcule Of.we}er L 1ty
heating in vacuum; this mey be due to the fact that the hydroxyl

~
C
1 o
18 trans-
i

3 Cu=-

- AN~
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Synthesis of the Z—ndrryrld 1/-?—/ﬁ~01yethyl,—lndcle O A A L

group and the hydrogen in secondary nitrogen ere cluss to each
other and can easily sgeparate in form of water under the fo ;ation
of a siz-membered cycle (4I). From this follows that tce cis—compaird
( IX) must be attriouted to the K-igsomer and the enti-czonfi

( X)to the f-isomer as regaris the G-pyridyl grous. Th
the phenyl hydrazone of xstoue (VIL) in spite of all
could not be transforina2d into %the indole derivativa. O
hydrochloride of the phenyl aydrazone of tﬂefx—JJll"1
ketone (of the P -isomer) with concertrated fyungll
2-(K-pyridyl j~3~(P-oxy~etnyl)-indole (III) was separ
reaction mass, which was proved by its ultravioled
spectrum (Fig 2) that poiuts to the pregence of the
The analogous scheme besed ou the condensation of
lactone with the ethyl ester cf Z-vinyl gquinuclaidine
acid-6 made it possible tc tasz suihors tozgaILL, tins
synthesis of the slkaloid cinchonuamine.- There are 2
3 references.
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- AUTHORS: Tolkachev, 0. .y Voronin, V. G« SOV/79-28-12-56/41

Preobrazhnenskiy, H. d..

TITLE: Synthesis of Bronine-Substituted B-Phenyl-Ethyl Amines (Sintez .
bromzameshchennykh Q—feniletilaminov)

PERIODICAL: Zhurngl obshchey khimii, 19498, Vol 28, Nr 12,
pp 3320 - 33523 (uscR)

ABSTRACT : B—(S-mcthoxywd—oxy—5~bromo—phenyl)-ethyl amine (I) is an
fmportant interncdinte product in the synthesis of dimethyl
ether of the racenic alkaloid tubocurarine ifodide (Ref 1).
The synthesis of compounds of similar structure takes place
in several steps and offers snull yields (Refs 2-4). As the
orientation in the nalogenation (especially bromination) in
sinilar molecules is not sufficiently explained the working
out of the bromination of the substituted ﬁ—phenyl—ethyl amine
is of certain importance to obtain the necessary bromine deri-
vatives. Some chemists showed that from eugenol, isoeugenol,
and olivine (Refs 5-8) 5-bromine-containing derivatives could
be obtained, whereas from creosol (Refs 9, 10) and homovanillic
acid (Ref 11) as well as from dimethoxy, dibenzyloxy, and
Card 1/2 other derivatives 6-promine isomers are formed (Refs 12-18).
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Synthesis of Bromine-Sultstituted f-Fhensl-Bthyl Amines SOV/79-28-12-36/41

It may be conecluded therefrom thut in the bromination the
positions CS and 06 are probable. In carrying out the reaction

without solvents a mixture of these isomers and a small amount
of the dibronine product were formed. Compound(I) in practi-
cally pure state is cbtained by the bromination of compound
(II) in acetic acic solution, as well ag by the reduction

of the compound (IIT) with aluminum-lithium hydride (Scheme 1).
It was schown that the bronination of the acid sulfate of
ﬁw(Emmethoxy-4~oxy~pheny1)methyl amine leads to the 6-bromine
izsomer. The hitherto unknown Bm(},4ndimethoxy-6—bromo-phenyl)-
ethyl anine and 3-bromo tyramine (XII) were synthesized as
well. There are 23 references, 3 of which are Soviet.

ASSOCIATION; Hoskovakiy institut tonkoy khimicheskoy tekhnologii(HMoscow
Institute of Fine Chemical Technology)
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[ g Yororin, Y. G molkachev, 0. li., Treobrashenshkly. -, hiﬂé'
L e aQronlin, Y. lrey pa i yorn
__//
Lo .
b i nes

) P e The Ovnthesis of Hethyl Zthers of Isomeric Ch?ndr°f°112?‘{v

T onondodendrines end Tubocurarines (8intez netilovykh efirc

. A vinn ) .
‘momernvkh khondrofolinov, khondodendrinov 1 tubokurarinoy

MV v, 455-457
TRrIOnIUAL: joklndy skademii nauk SSSR, 1958, vol. 121, Hr 3, pp.455 i
(ysLi)
i two esym- 3
ABnPRACT Ghoerving o molecule of d-tubocurarine (1) (Ref 1) two asy

A i t ical theory
petry centers can be seen. According to uhe.classlcal theary
s —onld imply the existence of two racemicC forms and oI
Al . 5 - i J - : X r‘.— .."‘
optically active isomers. Taking into account itae

ul

ars<r

viemen tnl theorens of conformatiorn anzlysis of & Firfi?;J
vase nnmely of chnondodendrine and its guaternary sclh 1100~
curarine Tour racenic formulae could be acsumed sole

c::zl;'sr.- 5F the cxistence of isomery in the case of C

rapnlt ol the ciu- ond trans-positions of the SSDS
: com of tertiary bases and bocguse of ti ‘
ydro-igoguinoline nuclei the mentioncd
alkaloids of the tube curare 4G ne

- l—
Gemd 173

P AT
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syreric

‘Hil mny isomery. Clear date on the configuration of
ro-:soawinolines are lacking in publlcatzons. Le-
test papers it may be assumed that fthe nucledi
sounds mey exist in verious sharpes (chair—
iieh are distorted cs a result of the pre:

e ge u"L g of isomery apparently occur ~1ﬁo in
i That implics a corresponding increase

ssible isomers. lioreover, that amount jay

in consequence of the non~planar siructy

ic diether gystem which csznnot be clearl

v
anthors worked out the synthesis sysiem o!
L1}

tin-
ur
?pgps of synthesis. The latter are carried
munn" which dc¢ not result in any i3s
riions ete. Thue, by selection of

entioned in the title. This scheme is d4i
et that the asymmetry centers do not o

Lhe au.nore succeedad in carrpring oud
isonmeric O-methyl-chondrofolines,
-1-chondodendines and 4 igcomeric O,
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vnbthasiy ol Metunyl Sthera of Iscmeric Chondrofolines, Chondodend
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The &
.. .tupocurarine-iodidea. The procesc of synthesiz and
i -roduced zalts of the mentioned ubestances a£§ 2
t_ogst}w . with structure schemes. “here are 1 Iigur -
i T N :
and 1 reference, 1 of which is Soviet,
SRS 1P tonkoy khimicheskoy tekhnologii im.

cow Tnstitute of Fine Chemical Technology

Ho, 1 : : ny Sciences;
7. 1995, by Ae. M llgsmeyanov, Yember, Academy of § ces;
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